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PREFACE. 



The first pari of this work deals with the methods 
employed in ascertaining the composition of Carbon 
Compounds ; the representation of carbon compounds 
by empirical formulse, and by formulse which not only 
express their composition, but also to a certain extent 
picture their nature, is then briefly discussed. After 
a short description of the action of various reagents 
on carbon compounds, the compounds of carbon with 
oxygen, with sulphur, and with nitrogen, are briefly 
considered. The great family of hydrocarbons are 
next described ; and the remaining families of carbon 
compounds are then considered in the order of their 
relation to the hydrocarbons, which are regarded as 
forming the parent series. 

A. very large number of substances have necessarily 
remained unnoticed ; in fact, with few exceptions, only 
those compounds have been described of which the 
relations to other well understood bodies have been 
satisfactorily established, the object of this work being 
to assist the systematic study of carbon compounds, 
and to draw attention to the intimate relations which 
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vi Preface. 

exist amongst them, rather than to enumerate and 
describe individual compounds. 

The division of carbon compounds into two great 
groups of fatty and aromatic substances, which has 
found favour of late years, has not been adopted. It 
appears to have arisen from the comparison of single 
substances, and cannot be sustained, I believe, if whole 
series are contrasted. It is now placed beyond doubt 
that in each homologous series of carbon compounds 
the properties (physical and chemical) of the succes- 
sive terms undergo from first to last a progressive 
modification, and there is every reason to believe that 
in like manner the successive terms in each isologous 
series undergo a progressive modification. At pre- 
sent we are not acquainted with a single complete 
homologous or isologous series, so that it is difficult 
to draw conclusions ; but, to judge from the evidence 
at our disposal, it appears highly probable that the 
modification in properties from term to term of each 
homologous and isologous series is of so gradual a 
character that continuity may be said to exist 
throughout. If so, it is as little possible to divide 
carbon compounds into two great groups as it is 
to draw a Une which shall sharply divide so-called 
inorganic and organic compounds ; that such a divi- 
sion appears possible at present is simply the conse- 
quence of the number of links which are still missing 
in the chain of facts. 
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2 Organic Chemistry. 

by the synthesis ' of tirea, a crystalline substance secreted in 
tlie urine of man and mammiferous animals, effected by 
Woehler in the year 1828, and since that time many other 
organic bodies which occur naturally have been artificially 
produced. 

The most important organic substances met with in 
nature are those in which carbon is associated in various 
multiple proportions with the elements hydrogen and 
oxygen ; next in importance are those containing nitrogen 
in addition to these ; sulphur and phosphorus also are 
present in some few. A very large number have been ob- 
tained artificially, containing either chlorine or bromine, 
iodine, silicon, or one or other of the metals ; in fact, there 
is little doubt that any of the knovm elements may enter 
into the composition of carbon compounds. 



I Eitimatwn of Carbon and Ifydrogat.^hXX organic sub- 
Stances, when burnt under favourable conditions with a 
sutticiency of oxygen, yield the whole of their carbon in the 
form of carbonic anhydride (COj), and their hydrogen in 
the form of water. In order therefore to determine quali- 
tatively the presence of carbon and hydrogen, the substance 
is heated to redness either in oxygen gas, or mixed with an 
easily reducible metallic oxide, such as cupric oxide (CuO), 
and the gaseous products are passed first through a cold d'fy 
tube, and then into lime or baryta water. Provided that 
all the materials employed, and all parts of the apparatus,, 
were in the first instance perfectly dry, the deposition of 
water in the cold tube, and the formation of a white preci- 
pitate (calcic or baric carbonate) in the lime or baryta water, 
would afford conclusive proof that the substance examined 
contained both carbon and hydrogen. 

' Syiitliesis; putting togelher. 
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Determination of Carbon and. Hydrogen. 3 

The quantitative estimatbn of these two elements is in 
principle the same, and simply consists in determining the 
amounts of carbonic anhydride, and water, yielded by a 
known weight of substance. In the following an outline of 
the method usually employed is given -.— 

The combustion, as the operation is termed, is performed in 
a tube of hard Bohemian glass, drawn out at one end to a fine 
point and closed (fig. i). This tube must be perfectly dry, 
A length of about five inches at the closed end is filled with 
granulated, freshly-ignited cupric oxide, and if the substance 
to be analysed is solid,' a weighed quantity of it ('S-'S grm.), in 
as finel ' I d ta 'bl * h ' sed 

mixed g 



furnace 
is to be 
length 
appara 
The 

acidj'ui 
caring p 

hydrat 



'If bsan mus be ea ed m ig 

glass bulb with a narrow stein drawn out to a fine point ; this is agmn 
weighed, the fine point is broken oli", and the bulb is dropped into the 
tube. Oily or ftitty bodies are placed in a porcelain or platinum boat, 
wliich is pushed down the tube. 
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Determination of Carbon and Hydrogen. 5 

and cupric oxide is carefully heated, commencing at th.e 
end of the tube most distant from the absorption apparatus. 
The vapours of the substance then become entirely burnt to 
carbonic anhydnde and water, in their passage over the led-hot 
cupric oxide, the water collects m the drymg tube, and the 
carbonic anhydride is retained m the potash bulbs The 
heat must be so regulated that a slow, uniform stieam of 
gas bubbles passes mto the bulbs. So soon as the tube is 
heated to redness from end to end, and gas ceases to be 
evolved, the fine pomt of the combustion tube is broken olf, and, 
by means of an aspirator attached to the potash bulbs, a slow 
stream of air is drawn through the apparatus in order to carry 
over the carbonic anhydride and aqueous vapour remaining in 
the tube into the absorption apparatus. 

A better plan, however, is to connect the point of the tube 
with a gasholder filled with oxygen, and, after breaking off the 
point, to force a current of that gas through the tube. The 
oxygen must be previously passed through several tubes filled 
with pieces of solid potassic hydrate, and through concentrated 
sulphuric acid, in order to free it from all traces of carbonic anhy- 
dride and moisture. In this way, not only is the carbonic anhy- 
dride remaining in the tube swept over into the potash bulbs, but 
any portions of carbon which may have escaped combustion by 
the cupric oxide— and when difficultly combustible substances 
are burnt, this often occurs — ate also converted into carbonic 
anhydride. 

The potash bulbs and drying tube are then detached, allowed 
to cool down to the temperature of the balance case, and 
weighed. The increase of weight represents the amounts of 
carbonic anhydride, and water, yielded by the combustion of 
the weight of substance employed. From these data it is easy 
to calculate the percentage composition of the body analysed. 

Since every 44 parts of carbonic anhydride contain 12 parts 
of carbon, or every 11 parts J, the amount of carbon in the 
weight of substance burnt is obtained by multiplying the weight 
of carbonic anhydride formed by 3 and dividing the product by 
II. Similarly, by dividing the weight of water by 9, we obtain 
the weight of hydrogen. 



CO, a „ _ H,o 
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6 Organic Chemistry. 

By simple tule of three— multiplying the amounts of carbon 
and hydrogen obtained by loo, and dividing the products by the 
weight of substance taken — ive then ascertain the number of 
parts of carbon and hydrogen of which every too parts of the 
substance consist. 

For example, the following numbers were obtained by com- 
bustion of turpentine- oil : 

■2500 grm. gave -8085 grm. CO„ and '2655 grm. 0H„, 

N0W8085 grm. CO2 = -2205 grm. C ; and -2655 grm. OH, = 

■0295 grm. H ; hence every 100 parts of turpentine-oil consist of ; 

Carbon 88-20 

Hydrogen 11 '80 

When substances containing nitrogen are burnt witli 
cupric oxide, the greater part of the nitrogen is evolved as 
such, but a portion is always oxidised, and if nitric oxide 
is formed, it becomes converted into nitric peroxide on 
meeting with air in the potash bulbs, which is absorbed by 
the potassic hydrate, thus rendering tli« carbon determi- 
nation inexact. This source of error, however, is readily 
eliminated by placing a roll of metallic copper in the fore 
part of the tube in front of the cupric oxide. If kept at a 
bright red heat during the combustion, this decomposes 
any oxide of nitrogen, itself absorbing the oxygen and 
setting free the nitrogen. 

It is often necessary to substitute plumbic chromate for 
cupric oxide : compounds containing chlorine or bromine 
yield, when burnt with cupric oxide, volatile aipric chloride, 
or bromide, which condense in the drying tube ; sulphur 
compounds yield sulphurous anhydride, whicli is absorbed 
in the potash bulbs, and salts of the alkali metals yield a 
residue of metallic carbonate, which is not decomposed in 
contact with cupric oxide, so that too little carbonic anhy- 
dride is obtained. 

If such substances are burnt with plumbic chromate, 
however, non-volatile plumbic chloride, bromide, and sul- 
phate are formed, and the alkali salts are entirely decom- 
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Determination of Nitrogen. 7 

pc^ed The use ^f plumbic (.hromite is also adii'^ibk n 
the case oi dithcultly combustible substances 

Determinations thus made ■ire of coiarse never absolutclj 
correct — there isalwajs a certam amuunt of experimental 
error The carbcn determination is usually fiom one to 
two tenths per cent too low, owing chicflv to incomplete 
combustion the h}drogen abcut the same amount too 
hij^h, in consequence of the imperfect removal of idheren 
moisture from the lombustion tube ^nd other materials 
c uploj ed 

Duermimiion of Aiiro^n — The majDritj of nitrogenous 

ig^nic substances, svhen strongly heated with potas';ic, or 
odic hjdtate gi\e oft the whole or part of the nitrogen 
which they contain in the form of ammonia but the follo\\ 
mg vs, the only test which permits the detection of nitrogen 
in all cases : 

The suspected substance is heated with a small piece of 
potassium or sodium, when violent reaction usuallytakes place; 
the mass is dissolved in water, the solution filtered, a few drops 
of ferrous sulphate and ferric chloride solutions are added, and 
then an excess of hydrochloric acid. If a blue precipitate 
{Prussian blue) remain, or is deposited from the greenish solu- 
tion on standing, nitrogen is present (For explanation of the 
reactions which occur, see p. 6a.) 

Nitrogen may be readily estimated in compounds from 
which the whole of the nitrogen is evolved as ammonia on 
heating with caustic alkali, by igniting an intimate mixture 
of a known weight of the substance with soda-lime ' in a 
glass tube, and collecting the ammonia in a bulb apparatus 
containing hydrochloric acid (fig. 4). 

Ammonic chloride is then formed, which is estimated as 
ammonic-platinic chloride as follows :— 

The hydrochloric solution is mixed with an excess of plalinic 

' Soda-lime is a mixture of sodic hydrate and calcic oxide (quick 
lime) ; it is infiisible at a red heat, and is easily powdered, whereas sodic 
hydrate is easily fiisible and extremely hygroscopic, and cannot therefore 
be intimately mixed with .the substarj^e. 
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8 Organic Cliemistry. 

chloride, and evaporated to dryness on tlie water-batli ; the 
residue is treated with a mixture of alcohol and ether, which 
dissolves the excess of platinic chloride, leaving tlie amnionic- 
platinic chloride (NH^j^PtClo, which is collected on a tared 
filter, dried at ioo°, and weighed ; or the salt and its filter are 
carefully ignited in a crucible, and the amount of metallic 
platinum remaining determined 

Since (NHJ.PtClo : N, = 438 : 28 

or Pt : Nj = 197 : 28 

then, if a" or_)' be respectively the weight of double salt, or of 
metallic platinum, obtained, the weight of nitrogen, N, contained 
in the weight of substance (w) taken for analysis, is obtained 
by the following proportions ; 

438 : 28 = j^ : N 

197 : 28 = _r ; N 

and the number of parts of nitrogen (K^) contained in every 

loo parts of the substance analysed by the proportion : 

N : 100 = w : n/. 

The amount of ammonia formed may also be determined by 
conducting it into a measured volume of sulphuric acid of 
known strength, and determining after the combustion by titra- 
tion the amount of acid still unneu trail sed. 

To determine nitrogen in compounds which do not 
evolve the whole of the nitrogen they contain as ammonia, 
when heated with alkali (nitro-com pounds, &c,), Dumas' 
volumetric method, which indeed is applicable in all cases, 
is employed. 

The substance is intimately mixed with cupric oxide, as in 
the determination of carbon and hydrogen, and a roll of 
metallic copper is placed in the fore part of the tube ; but 
before filling in the cupric oxide, a quantity of hydric sodic 
carbonate, NaHCOj, or of a mixture of dry sodic carbonate and 
potassic dichromate, sufficient to occupy about six inches at the 
sealed end of the tube, is introduced. The tube is provided 
with a delivery tube, dipping under mercury (fig. 5). Before 
commencing the combustion, a portion of the hydric sodic ear- 
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10 Organic Chemistry. 

bonatc, or of the chromate mixture, is heated : carbonic an- 
hydride is evolved,' and expels the air from the tube. When 
the escaping gas is found, on testing, to be entirely absorbed 
by potassic hydrate solution, a graduated glass vessel, two- 
thirds filled with mercury, and one-third with potassic hydrate 
solution, is inyerted over the deUvery tube, and the metallic 
copper and cupric oxide, and afterwards the mixture of sub- 
stance and oKide, are heated to redness. The products of 
combustion, viz. carbonic anhydride and nitrogen, pass over 
into the graduated tube, where the former is absorbed by the 
potassic hydrate. At the close of the combustion, the remaining 
sodic carbonate is heated, and the whole of the nitrogen in the tube 
swept over by the current of carbonic anhydride. The tube is 
then transferred to a vessel of water, and the mercury and 
potassic hydrate solution are allowed to fall out and become 
replaced by water ; it is then raised perpendicularly until the 
water in and. outside are on a level, and the volume of nitrogen 
is read off, the temperature and pressure under which it is mea- 
sured are also noted, and from these data the weight of nitrogen 
w, is calculated by the formula : 



r2s66 V .- 



■zf 



■ ■00367^° 760 
in which v is the volume read off in cubic < 
temperature of the gas, B the height of the barometer in milli- 
metres, and y the tension of aqueous vapour at the tempera- 
ture f, expressed in millimetres of mercury. The constant 
■0012566 is the weight in grammes of one cubic centimetre of 
nitrogen at o°C. and under 760 mm. pressure. 

Determination of Oxygen. — No simple method of esti- 
mating oxygen has been devised. It is usually estimated 
by difference, that is, by determining ail the other elements 
present in the compound, and deducting the sum of their 
percentages from loa 

Determinatioji of Chlorine, Bromine, Iodine, Sulphur , 
and Phosphorus. — These elements can seldom be detected 

I 2NaHC03 = C05 + 0H5 + NaaC03. 
Na^COa + KjCr^OT = C0^ + NajCrO, + KjCrO,. 
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Deta-utinatiou of Chlorine and Sulpktir, 1 1 

ill organic bodies by the ordinary tests, but only after 
destroying the compound by ignition with an alkali or a 
metallic oxide, or by heating with concentrated nitric acid. 

A variety of methods for determining these elements 
have been proposed, but one of the simplest is that devised 
by Carius. 

A weighed quantity of the substance ("a-'S grm.) is intro- 
duced, together with about 5 gnns. of nitric acid (Sp, gr. I's)— 
and if the substance contain chlorine, bromine, or iodine, a few 
crystals of argentic nitrate- — info a piece of combustion tube 
[5-18 inches long, securely sealed at one end. The open end 
is next drawn out to a point and sealed, and the tube is then 
heated in an oil-bath for 2-4 hours, at a temperature of 150°- 
300°, according to the nature of the substance. When cool, 
the point of the tube is carefully opened in the blow-pipe flame, 
the gas is allowed to escape, the top of the tube is cut off, and 
the contents washed into a beaker. Supposing the substajice to 
have contained chlorine, bromine, or iodine and sulphur, or 
phosphorus, the argentic chloride, bromide, or iodide, is filtered 
off and weighed ; the excess of silver in solution is precipitated 
by hydrochloric acid, the precipitate is removed by filtration, 
and the sulphur or phosphorus, present in the filtrate as sul- 
phuric or phosphoric acid, may then be determined in the usual 
manner by precipitation as baric sulphate, oranimonicmagnesic 
phosphate respectively. 

Chlorine (bromine or iodine) maj also be estimited bj 
heating the substance to redness in a tube nith pure qtiick 
lime, whereby calcic chloride (bromide iodide) is formed 
The contents of the tube are afterwards dissoUed in dilute 
nitric acid, and the chlorine (bromine or iodine) preapi 
tated as argentic chloride (bromide or iodide) \gim, 
sulphur and phosphorus may be dcleimmed b) fusing the 
organic substance with pure sodic h) d ate and potis n, 
nitrate, or by heating in a tube with sodic carbonite or 
potassic chlorate. In all these cases a sulphate or phc: 
phate, is formed by the oxidation of the sulphur or phos 
phorus, which is then estimated m the usual manner 
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All other elements occasionally met with in organic 
compounds are determined by the oTdinary methods, but 
usually after the organic character of the substance has been 
destroyed by ignition or oxidation. 

EMPIRICAL FORMULA, 

Having determined tlie percentage composition of an 
organic substance, it is easy to deduce the empirical formula, 
or simplest expression of the results of analysis in terms of 
the values represented by the symbols of the elements 
present in the compound. 

The method is to divide the percentage numbers by the 
combining weights of the elements to which they refer, and 
afterwards to reduce the quotients to their simplest expres- 
sion. The following examples may serve as illustrations :— 
By analysis of acetic add, it is foimd that soo parts 
consist of 

Carbon 39-96 

Hydrogen . . . .674 

Oxygen (by difference) . . . 53-30 

By dividing these numbers respectively by the cornbining 
weights of carbon, hydrogen, and oxygen, thus — 

322.' = 3.33 ; 1:24 = 6.„ . _SH? = 3.33, 

numbers are obtained as quotients which, bearing in mind 
the unavoidable errors of experiment, evidently are in the 
proportion of r ; a ; i ; the empirical formula (CHjO) is 
therefore assigned to acetic acid. 
Again, 100 parts of turpentine-oil c 

Carbon 

Hydrogen . 



84|? = ;.3s; '4? = .,-80. 
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Empirical FonmdiS. 1 3 

Dividing the quotient ii'So by the quotient 7'35 

( — — - =^ i"6)i it is found that for every unit weight of 
V 7"3S / 

carbon, turpentine contains i'6 unit weights of hydrogen, 
or ro of carbon and 16 of hydrogen ; consequently the 
simplest expression of the composition of a substance con- 
taining 88'zo per cent, of carbon and ii'So per cent, of 
hydrogen is given by the formula CsHg, 

If the numbers obtained by analysis were rigidly exact, 
there would evidently be no difficulty in determining the 
empirical formula of any compound, but since this is not 
the case, it is often necessary, in order to arrive at the 
true expression, not only to analyse the substance itself, 
but also to examine its behaviour under various con- 
ditions, and to prepare from it if possible, and analyse, a 
series of derivatives. In all cases, to ascertain how far the 
empirical formula calculated is admissible, the percentage 
composition of a body having the formula deduced must be 
calculated and compared with the percentage numbers ob- 
tained by actual analysis ; if the two agree within the limits 
of usual error of experiment, the formula may be accepted. 
For example, the percentage composition of narcotine as 
found by analysis is : 

Carbon .... 6378 per cent. 
Hydrogen .... 576 „ „ 
Nitrogen .... 3'32 „ „ 
Oxygen . - . . 27'i4 „ „ 

IDO-OO 

from which the formula C^aH^gNO? has been deduced. 

Calculating the percentages required by that formula as 

follows : — 

Carbon , . . . aa x 12 = 264 
Hydrogen . . . 23 x r = 23 

Nitrogen . . . . i x 14 = 14 
Oxygen . . . . 7 x 16 = 112 
413 
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13 ; 264 = iDo : 63-92 

.13 : 23 = 100 : 5-57 
13 : 14 = 100 : 3-39 



it is evident that diere is a fair agreement between the 
calculated and experimental numbers ; as is usiial, the 
analysis shows a slight excess of hydrogen, and a slight 
deficiency of carbon. 



; TWO-VOLUME FORMULA. 

The formnlK generally employed to represent cliemical 
compounds are what are termed molecular formulae : on the 
atomic hypothesis they are regarded as expressing the abso- 
lute number of atoms of the various elements contained in the 
molecules, or least quantities capable of existing in the free 
state, of the compounds to which they refer. 

Apart from this hypodiesis, however, the so-called mole- 
cular formula of a compound is, as a matter of fact, that 
formula which expresses the relative number of unit weights 
of the elements ol which it is composed present in a volume 
of Its vapour equal to the volume occupied by two unit 
weights ot hj drogen under the same conditions as to tempera- 
tuft and pressure. 

Ail formulse constructed on this understanding therefore 
represent comparable quantities of the substances to which 
they refer taken in the gaseous state. 

Thus the formula CjHjOj, for acetic acid, represents that 
it is a compoimd of two unit weights, or I3 x 2 parts, of 
carbon ; of 4 unit weights, or 4 x 1 parts, of hydrogen ; 
and of 2 unit weights, or 2 X 16 parts, of oxygen, the 
which 60 parts (24 -f 4 + 32) of acetic acid occupy in 
a gaseous condition the same volume as two parts of 
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hydrogen at the same temperature and under the same 
pressure. 

If then it be agreed to consider the volume occupied by 
two parts by weight of hydrogen at any temperature and 
under any pressure as two volumes, the formula which re- 
present the number of parts by weight of the substances to 
which they refer, whidi occupy in the gaseous state the 
volume of two parts by weight of hydrogen under like con- 
ditions as to temperature and pressure, may conveniently 
be termed two-volume fomiulEe. It is obvious that the 
equations in which these formulse are made use of represent 
not only the number of parts by weight, but also the number 
of volumes in tlie gaseous state, of the agents and resultants. 
Thus the equation representing the combustion of marsh 
gas in oxygen : 

CH4 + 2O2 = CO. -t- 2OH2 

conveys the information that sixteen parts by weight of 
marsh gas, or two volumes, burnt with sixty-four parts by 
weight, or four voliunes, of oxygen, yield forty-four parts by 
weight, or two volumes, of carbonic anhydride, and thirty- 
six parts by weight, or four volumes, of water (gas) . 

The two-volume formula may be either identical with, or 
some simple multiple of, the empirical formula. For example, 
the empirical formula of turpentine (p. 13) is CsHa, but a 
determination of its vapour density shows that the number of 
parts by weight expressed by this formula only occupy the 
same volume as one part by weight of hydrogen ; therefore, 
in order that the formula may represent the quantity of tur- 
pentine which occupies two volumes, the empirical formula 
must be doubled, and thus it becomes CjoHig. 

Similarly the empirical formula deduced from the analysis 
of benzene is CH, but according to the vapour density 
determination, C^Hj is the two-volume formula of benzene. 

It is not always possible to determine directly the vo- 
lume which any particular weight of a given compound will 
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occupy in the gaseous state, since many substances citlier 
cannot be volatilised, or suffer decomposition when con- 
verted into vapour. In such cases a variety of physical and 
chemical. considerations have to be taken into account in 
determining the formula, such as the specific heat, specific 
gravity, and more especially the mode of formation of the 
compound; its behaviour under the influence of reagents ; 
and its conversion into substitution derivatives. The 
acceptance of formula thus deduced, therefore, necessarily 
involves the assumption, that, could the substances be vola- 
tilised unchanged, the number of parts represented by the 
respective formulte would occupy, in the gaseous condition, 
the same volume as two parts by weight of hydrogen at the 
same temperature and pressure. 

Moreover, it is not always the formula deduced from the 
ascertained vapour density of the substance which is ac- 
cepted as the true tivo-volume formula. 

The compounds phosphorus pentachloride, sulphuric 
acid, and isoamylic iodide, for example, are always repre- 
sented respectively by the formulae PCI5, HjSO^, and 
CjHiiI, whereas according to experiment the amounts 
represented by each of these formula occupy in the gaseous 
state a greater volume than two parts of hydrogen at the 
same temperature and under the same pressure. But exami- 
nation shows that when these bodies are converted into 
vapour, and heated above their boiling points, they ate de- 
composed : thus PCI, is converted into PCI3 -|- Clj ; 
HsSOj into SOg -I- OHj ; CgHnI into C5H10 -|- HI. 

The term disassociation, or dissociation, has been aptly 
applied to this decomposition of bodies by heat. Dissocia- 
tion usually commences at, or a few degrees above, the 
boiling point of the compound ; it is then only partial, 
however, but becomes more and more perfect as the tem- 
perature is raised, until finally the whole of the compound is 
decomposed. In the case of bodies, such as the above- 
mentioned, which split up into two others on heating, the 
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vapour then, occupies double the space which it would fill 
if the compound volatilised without undergoing decomposi- 
tion.' 

It is not to be supposed that the vapour of a sub- 
stance undergoing dissociation is in a quiescent state, or 
that the phenomenon consists merely in the simple pro- 
gressive resolution of the compound into simpler bodies. 
There is little doubt that whilst portions of the compound 
are decomposed, a certain proportion of the products of 
decomposition recombine and reproduce the original com- 
pound ; so that at any particular temperature below that 
at which decomposition is complete, the vapour consists of 
a mixture of the original compound with its products of 
decomposition, and it is only when the temperature has 
risen so high as entirely to overcome this tendency of the 
decomposition products to recombine — or, more strictly 
speaking, that the extent to which recomposition takes place 
is exactly equalled by the extent to which decomposition 
is effected — that dissociation is complete. 

' The following table shows the rate at which, according to experi- 
ment, phosphorus pentichloiide is decomposed. Its boiling point is 
oboist l6o''-!65° ; and the calculated density of its vapour refeired to 
hjdrogen as unity is 104-25 | ^' '''3^.35 j \ ^ whilst the density of a 

mi\ture of equal volumes of phosphonis terchbride and chlorine is half 
a» great or 52 125. 
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It is evident that the decomposition products of a com- 
pound can only be present in the vapour in such propor- 
tions that the amount of the one is exactly sufficient to 
reproduce the original compound if combined with the 
whole of the other; neither being in excess, the attraction 
between them is a minimum one. By increasmg the pro- 
portion of the one to the other, it may be expected, however, 
that the tendency to recombme will be increased, and, 
indeed, that if a sufficient excess of the one be present, the 
original compound will be reproduced as rapidly as it is 
decomposed ; so that practically the vapour would possess 
the same d j as f h b e volatilised unchanged. 

Condit 1 1 d by these considerations 

are obtai 1 h n m tur f phosphorus penta- and 
ter-chlorid mpl o verted into vapour, and 

it is fou d h 1 d n ) the pentachloride thus 

determined 1 ly p d to that required by the 

formula PCI I h -is d ubt the chlorine momen- 

tarily set f by h d mp on of the pentachloride 
by heat, b p f isiderable excess of phos- 

phorus terchlonde, is able at once entirely to combine \rith 
it and to re-form the pentachloride. 

The extension of this method of observation to those 
Other compounds which dissociate, will probably in most, 
if not in all cases lead to hke results. 

This fact with regard to the behaviour of phosphorus 
pentachloride, added to the evidence afforded by its 
chemical behaviour, appears then thoroughly to justify the 
assumption that the observed vapour densities of such 
compounds as the above-quoted are abnormal, or, in other 
words, diat the formula PCI5, HjSO,, CjHnT, &c., are 
really those which denote the relative weights of these 
substances which would form two volumes of vapour, could 
they be volatilised unchanged. 
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DETERMINATION OF VAPOUR DENSITV. 

From the foregoing it is evident that the determination 
of the vapour density, or specific gravity of the vapour, of 
a compound is a most important operation. Two methods 
are in use — Dumas' and Gay Lussac's. By the first the 
weight of a given volume of the vapour is determined ; by 
the second the volume which a given weight of the sub- 
stance occupies in the gaseous state is ascertained. 

Dumas' method. — The neck of a light glass flask, from 50 to 
300 cubic centimetres in capacity, according to the nature of 
the substance, and the amount at the disposal of the operator, 
is softened in the blow-pipe flame and drawn out to a fine point, 
as represented in fig. 6. After the weight of the perfectly 
clean dry flask has been ' d — 1 pi ' mp 

rature, and the height of h b m f gh 

ing are carefully noted — 5 fib 

are introduced by warm 1 fi k d tl pi g he 

point into the liquid,' wh h f d ird h I 

cools. The flask is th pi dp P d b th 

of water, oil, or fusible m 1 hea d h q d mp 
ture. The liquid is rap d > d p h h f 

sufficient substance be empl d xp 1 h hi f h 
from the flask ; so soon p d th ra 

perature of the bath is constant, the fine pomt is hermetically 
sealed by the application of a blow-pipe flame, and simulta- 
neously the temperature of the hath and the height of the baro- 
meter are noted. After cooling, the flask is cleansed externally, 
and again weighed — the operator noting at the same time the 
temperature and the height of the barometer ; the point of the 
neck is then broken off under mercurj', or water recently 
hpiled and allowed to cool out of contact with the air; the 
mercury, or water, rushes into the globe, owing to the vapour 
being condensed, and, if all the air have been expelled, com- 
pletely fills the flask. By measuring or weighing afterwards 
the amount of mercury or water which thus enters, the capacity 

' Solids are introduced before the neck of the flask is drawn out. 
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of the flask is ascertained. If the flask contain, air, it will not 
be entirely filled ; the volume of the air which remains is then 
determined by refilhng the flask entirely with mercury or water, 
after the amount which first enters has been ascertained, and 
again weighing or measuring. The difference between the two 
measurements represents the volume of air retained in the 
flask. 

It is in al! cases advisable to heat the vapour to a temperature 
considerably above the boiling point of the substance, since the 
vapours of most compounds act only as perfect gases at tem- 
peratures some distance from their condensing points. For 
example, acetic acid, which boils at 117°, has at temperatures 
near to its boiling point a vapour density one and a half times as 
great as at 250° and upwards, as is evident from the following 
table : 

Temperature 125' 130" 140° 160° 190° 250° 300° 

Vapour density 46-1 45-0 41-8 357 33-1 30-01 30-01. 
Few compounds, however, are so exceptionally abnormal in 
this respect as acetic acid. 

The data obtained in the above manner, from which the 
density (d) is calculated are : 

(e) The weight (w) of the flask filled with air at the 
temperature f and pressure p. 

(2) The weight (w') of the flask filled with the vapour of 
the substance at the temperature f and pressure/'. 

(3) The capacity (v) of the flask in cubic centimetres. 

In order to ascertain the weight (w") of the vacuous flask, 
the weight of air (w) which it contains must he deducted 
from the weight of the flask filled with air : 



now I c,c. of air at o°C. and 760 mm. weighs 

hence ; 

w = -001293 ^^^ ^ ^ — ^- orK'=-o 

according as/ is greater or less than 761 
Deducting the weight of the 



■93 - 
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the weight of the flask filled with vapour (w'), the weight 
of substance (s), which in the state of vapour at the tem- 
perature C and pressure/" occupies the volume v, is ascer- 
tained. 

Since the density referred to hydrogen is required, the 
weight (h) of an equal volume (v) of hydrogen at the same 
temperature {t°') and pressure {f) must then be ascer- 
tained : now 1 c.c. of hydrogen at o° and 760 mm. weighs 
■0008936 grm. ; therefore ; 

H=^oooS93(i - ?2i±^ or -0008936 vx 3;3 + f'M6 o 

(■) (A 

according as p' is greater or less than 760 ; hence : 



In accurate experiments a correction must be made for 
the expansion on heating, and consequent change of capa- 
city, of the flask ; also for the errors of the mercurial ther- 
mometer, and moreover, allowance must be made if the 
temperature and pressure at the second weighing are 
different from the temperature and pressure at the time 
of first weighing the flask filled with air. 

If the air be not wholly expelled from the flask by the 
vapour, the volume {^) of this residua! air at the temperature 
i"' and pressure p must be deducted from the capacity of the 
flask (v), and v-j; substituted for v in the last of the above 
formulee, in calculating the weight of the volume of hydrogen 
which occupies the same space as the vapour of the sub- 
stance, which, in such a case, of course has the volume f-v. 

It was usual formerly to refer the vapour density to air 
as unity. To convert the density referred to air into the 
density referred to hydrogen, divide by ■0693, the specific 
gravity of hydrogen referred to air as unity. 
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Dumas' method is not only applicable to all compounds 
whose boiling points are within the range of the mercurial 
thermometer, but to volatile compounds generally, whatever 
the boiling point. In these cases the flask is heated in the 
vapour of a substance of known boiling point, such as 
mercury, {b,p. 350°), sulphur (b.p. 440°), cadmium (b.p. 
860°), or zinc, (b.p. 1040°). Glass flasks may be employed 
with the two former, but in the other cases flasks of porce- 
lain must be used. With such vessels Deville and Troost 
have even made determinations at the high temperature of 
a wind furnace ; placing in the furnace, in order to deter- 
mine the temperature, a second flask containing iodine. 
After the experiment the amount of iodine remaining in the 
flask was estimated, and the rate of expansion of iodine 
vapour, and the capacity of the flask, and the rate of 
expansion of its substance, being known, it was easy to 
calculate from these data the temperature to which the 
flasks had been exposed. 

Gay Lussac's method. — The weighed quantity of substance 
enclosed in a thin glass bulb is introduced into a short gradu- 
ated tube filled with mercury, which is supported in an iron cup 
containing mercury, and plunged into a cylindrical glass bath 
fiUed with heated water, oil, or paraffin (fig. 7) ; the glass bulb 
is soon burst by the expansion of the contained substance, 
and the tube becomes partly filled with vapour. Wben the 
temperature is sufficiently high and constant, the volume of 
the vapour and the temperature to which it is heated are 
noted, as well as the height of the column of mercury in the 
tube, the height of the column of water, or oil, pressing on the 
base of the column of mercury, and the atmospheric pressure as 
registered by the barometer. From these data the vapour 
density may be readily calculated. 

Gay Lussac's method is oniy available for substances whose 
boiling points are considerably below that of mercury. It has 
the advantage over Dumas', however, of requiring but a small 
quantity of substance. 

A most valuable modification of this method has lately 
been devised by Professor Hofmann, who employs (fig. 8) a 
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graduated glass tube closed at one end, about 1,000 ram. in 
length and 15-20 mm. in width, which is filled with mercury, 
and the open end inverted in a vessel containing mercury. 
It is surrounded by a cylindrical glass jacket, through 
which, according to the temperature at which the deter- 
mination is to be made, a current of the vapour of boiling 
alcohol, water, aniline, or some other substance of constant 
boiling point, is urged, whereby the substance previously in- 
troduced into the tube in a minute stoppered glass bottle 
is converted into vapour. The volume which the vapour 
occupies, the temperature to which it is heated, the height 
of the mercury column in the tube, and the atmospheric 
pressure ' are noted ; the weight of a quantity of hydrogen 
which at tlie same temperature and under the same pressure 
would occupy the same volume as the vapour of the amount 
of substance taken is then calculated, and by dividing this 
weight of hydrogen into the weight of substance taken, the 
vapour density of the substance in question is ascertained. 

The boiling points of all substances are considerably 
lowered by a reduction of pressure, and not only so, but the 
tendency to decompose which many exhibit at temperatures 
close to the boihng point, under ordinary pressures, is 
greatly lessened. Now it is evident that when the tube is 
inverted as above described, there will be a considerable 
empty space at the top ; into this the substance volatilises, 
and is converted into vapour under reduced pressure, and 
therefore at a temperature much lower than its boiling point 
under ordinary conditions ; for example, the vapour density 
of aniline, which boils at iSz° under a pressure of 760 mm, 
of mercury, may be in this way determined by heating the 
tube by the vapour of boiling water (roo°); hence the 
great value of this method and its superiority over Gay 
Lussac's. 

' The mercury colmnn in the tube balances a certain proportion of 
the atmospheric pressure, lieiice the pressure on the vapour is eqiial to 
the difference between these tw 
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RATIONAL FORMULA 



By common consent, the arrangement of tl e el me itary 
symbols composing the two-'iolune for mil's of ch nical 
compounds in certain ways is undc stood to pi certain 
facts with regard to the nature a d p open es of the 
compounds represented, and more espec ally vith regard to 
the modes in which they are formed md n h ch they 
■undergo decomposition. Form I'e wh ch fulfil the e con- 
ditions are termed rational fori l^e the const tute fact, 
the chemist's shorthand, and it beho es the studen therefore 
early to become acquainted w th the ean ng attached to 
the various arrangements of s) ml ols n orononuse 

The following instances will serve to render the functions 
of rational formulse more intelligible, and also to show that 
several rational formulte may be employed to represent one 
and the same compound, according to the amount of infor- 
mation it is desired to convey. 

r. Thus we write acetic add, whose two-volume formula 
is CaH^Oa, 

H.C^HgOs, 
and mcin to e\press thereby that it is a monobasic acid, 
or one in which one unit weight of hydrogen Is replaceable 
by the equivalent quantity of a metal, such as sodium, silver, 
&c., to form such salts as sodic acetate, NaC^HgOj, or ar- 
gentic acetate, AgCaH^O^ This convention of placing one 
or more units of hydrogen apart on the left of the formula 
is generally applied to the acids, it being agreed to denote 
the basicity of an acid, i.e. the number of units of hydrogen 
replaceable by metals which it contains, by the number of 
units of hydrogen written to the left of the point. 

2. A second more developed rational formula for acetic 
acid is 

C.HgO.OH 

which has reference to such reactions as that which occurs 
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between this acid and phosphorus pentachloride, repre- 
sented by the following equation : 

CjH^O.OH + PCls = C2H3O.CI + HCl +POCU 
and one of the meanings to be attached to any formula in 
which the (OH) or hydroxyl-group, as it is termed, figures is 
that when the body represented Is acted upon by PCI5 it 
wQI exchange (OH) for CI, 

3. By certain means one proportion of hydrogen in marsh 
gas (methane), CHj, may be replaced by iodine, forming 
iodomethane, CH3I, which, by the action of potassic cyanide, 
is converted into cyanomethane, CHj(CN) ; if this body 
be heated with water in presence either of acids or alkalies, 
it is resolved into acetic acid and ammonia. Conformably 
to this mode of formation of acetic acid, its formula may be 

CH3.CO2H 
and the reaction is expressed by the equation : 

CH3.CN + 2OH2 = CH3.CO2H + NHg. 

4. Lastly, by reason of the reaction witii phosphorus 
pentachloride, the group CG^H is resolved into CO (OH), 
so that the formula becomes 

CHs.CO(OH) 
and it is found that all tlie various reactions in which 
acetic acid takes part are capable of representation by this 
formula. 

Then we write sodic acetate : 
CH,.CO(ONa), or CHj.COaNa, but not CH2Na.C0(0H), 
because it is found that when acted npon by PCI, (ONa) 
is removed and replaced by chlorine, just as (OH) is in 
acetic acid ; 

CH3.C0(0H) + PCI5 = CHj.COCl + POCl, + HCl, 
CH3.C0(0Na) + PCI5 = CH3.COCI + POCI3 + NaCl. 
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And since the other salts of acetic add exhibit a precisely 
similar behaviour, they are represented generally by such 
formula as CH3.CO2M' and (Cli^.CO^)^M", &c., in which 
M' and M" denote monad and dyad metals respectively. 

Again, monochloracetic acid, the first product of the 
action of chlorine on acetic acid, is written ; 

CH5C1.C0(0H), and not CH3,C0{0C1) 

because we find that it exchanges (OH) for CI when acted 

upon by PClj ; thus : 

CHjCLCOpH) + PCI3 = CHaCl-COCl + POCI3 + HCI. 

In short, the employment of such a group of symbols as 
(CO.OH) as part of a formula denotes that the compound 
represented will, when treated by certain reagents, be 
atfected in certain ways ; that it will form metallic salts ; 
that it will exchange OH for CI when acted upon by PCI5 ; 
that it may be obtained probably from a body bearing to it 
the same relation that acetic acid, CHj.COjH, bears to 
methane, CH^, by replacing hydrogen in tliat body by 
iodine, this in turn by cyanogen, (CN), and heating the 
product with water, &c 

Rational formulae, such as the above, are frequently termed 
constitutional formula, and by some structural formula. 
The use of these terms seems to imply, however, that such 
formula express the constitution, or structure, of the bodies 
to which tiiey refer ; but we must guard ourselves most 
carefully against this impression, since, hypothesis aside, 
we possess no real knowledge as to the internal constitution 
of chemical compounds, or of the mode of arrangein !nt of 
theatoms of which bodies are presumed to be made up, and 
although rational formulae may represent the proximate con- 
stitution of chemical compoimds, yet in the present state of 
our knowledge it is advisable to regard them simply as con- 
densed symbolic expressions of the chemical nature and 
mode of formation of the compounds represented : they 
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enable us, so to speak, to decipher at a glance the chemical 
history of compounds. 

Graphic formula are a still more developed form of 
rational formulae. For example, the graphic formula for 

H O 
I i 
H— C— C— 0— H 

I 
H 

Here the iact that tetrad carbon is capable of uniting with 
four unit weights of monad hydrogen (as in marsh gas, CH^), 
or with two unit weights of dyad oxygen (as in carbonic 
anhydride, COj), is represented by the four lines proceeding 
from the elementary symbol C ; similarly dyad oxygen is 
represented by the elementary symbol 0, with two lines ; 
monad hydrogen by H, with one line. This formula, there- 
fore, to a certain extent necessarily assumes that in acetic 
acid one atom of tetrad carbon is directly united with 
three atoms of monad hydrogen, and also to a second 
atom of carbon, with which one atom of dyad oxygen is 
wholly, the second atom partially united, the latter being in 
union with an atom of hydrogen. 



POLYMERISM, METAMERISM, ISOMERISM, 

I. Bodies of the same percentage composition, but of dif- 
ferent vapour densities, are teimed poiymeric. Thus aldehyde, 
CaHiO, is polymeric with paraldehyde, CgHuOg — forty- 
four parts of aldehyde vapour and 132 (44x3) parts of 
paraldehyde vapour each occupy the same volume as two 
parts of hydrogen under like conditions of temperature 
and pressure. The unit weights of polymeric compounds 
are always different simple multiples of the same empirical 
formula, the unit weight of a compound being the sum 
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of the unit weights of its constituents, each multipUed 
by the suffix which indicates the number of unit weights 
present in two volumes of vapour. Thus the unit weight 
of acetic acid, C^^^, is sixty (12x2 + 1x4 + 16x2), 
and it is always in that proportion, or some simple multiple 
thereof, that acetic acid enters into reaction with other sub- 

2, Bodies of the same percentage composition and same 
vapour density, which exhibit differences, more or less 
marked, in physical properties, but which behave in nearly 
all cases dissimilarly when acted upon by the same reagents, 
are said to be metameric. The three compounds, allylic 
alcohol, propionic aldehyde, and acetone, each represented 
by the undeveloped rational formula C3H5O, are thus 
related : the first is entirely decomposed on oxidation ; the 
second yields propionic acid, CjHgOs, when similarly 
treated ; whilst the third is resolved into formic and acetic 

The developed rational formula which we are led to 
assign to these compounds are also, as a comparison will 
show, very different ; thus : 

C3H5.OH C2H5.COH CO{CH3)3 



3. Two or more bodies of the same percentage composi- 
tion and same vapour density, which differ to a greater or less 
extent in physical properties (boiling point, specific gravity, 
&c.}, and which either exhibit a similar behaviour under the 
influence of certain reagents, or, by their immediate formation 
from, or conversion into, the same compound, are shown to 
be members of the same series of compounds, are termed 
isomeric. The products obtained from isomeric bodies by 
various reactions are themselves frequently isomeric ; thus 
the four isomeric butylic alcohols, C4H9(OH), yield four 
isomeric butylic chlorides, bromides, or iodides when 
acted upon by hydrochloric, hydrobromic, or hydriodic 
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acid the differences in boiling point and specific gravity 
whiLh these derivatives exhibit among themsehes are in 
the same sense as those which e\iBt among the isomeric 
alcohols , thus the butylic alcohol of highest boihng point 
jields a chlonde, bromide, or iodide of higher boiling point 
than either of the corresponding derivatives from the iso- 
meric alcohols 

Isomenc compounds, however, do not always give rise 
to similar reactions under the influence of all reagents; 
thus the isomeric alcohols above cited behave very dif- 
icrenth on o->tidation for example, one is converted into 
butyric acid, C4HBO2; a second into isobutync acid, 
C4Ha02; a third into ethylmethylketone, CiHgO ; the 
fourth into a mixture of acetic and formic acids. Even in 
those reactions in which they are similarly affected, isomeric 
compounds exhibit differences more or less marked, more 
especially in the relative degrees of ease with which they 
enter into reaction : the one is invariably acted upon more 
readily than the other. 

On the hypothesis that chemical compounds are com- 
posed of small indivisible particles, or atoms, it may be 
assumed that two or more bodies are isomeric or metameric, 
because certain of the atoms in the one occupy relatively 
different positions to those they occupy in the other, and 
this is the explanation usually given of isomerism and 
metamerism. Thus the two metameric compounds nilro- 
ethane, and ethylic nitrite, represented by reason of their 
chemical behaviour by the formula 

Nitroethane, CaHjfNOa) ; Ethylic nitrite, (CjHsOON 

ntiay be supposed to differ owing to the circumstance that 
in the one the nitrogen is in direct union with the carbon, 
whereas in the other the carbon and nitrogen are held to- 
gether, as it were, by oxygen, as expressed by the following 
graphic formulae .- 



by Google 



Polymerism, Metamerism, Isomerism. 3 r 

H H O H H 

III II 

H— C— C— N H— C— C— O— N=0 
I I II II 

H H O H H 

Niiroeihane EtKylic niirits 

The extreme readiness with which the nitrogen may be 
separated from the latter compound, and the difficulty of 
removing it from the former, is generally regarded as 
strong evidence in favour of this assumption as to the 
probable cause of the difference which exists between the 
two bodies. 

Although such an apparently satisfactory explanation of 
the phenomena in question may thus be given, yet there 
are a considerable number of facts which tend to show that 
this explanation must be regarded with more or less mistrust. 

The phenomenon of isomerism — and of metamerism — 
is imquestionably intimately connected with the amount of 
heat evolved in the reactions giving rise to the forma- 
tion of isomerides. Whatever the ultimate constitution of 
chemical compounds may be, it is a fact that their forma- 
tion is invariably accompanied by the evolution (in a limited 
number of cases by the absorption) of heat, which to our 
senses is evidence that there has been a transformation of 
energy, until then potential, into actual enei^. More- 
over, there is little doubt that in the formation of isomeric 
bodies from the same parent compound different amounts 
of heat are evolved; if so, the energies of the resulting 
compounds are assuredly different. 

The production of isomerides by different series of reac- 
tions is, then, probably to be accounted for by the cir- 
cumstance that different amounts of heat are evolved 
in the several series of reactions, so that finally bodies 
possessing different energies are formed- This supposition, 
that isomeric (and metameric') compounds are bodies 



I The difference between isomeric and metameric compounds 
probably one of degree only, and not of kind, as usually assumed. 
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which, having the same composition, yet possess differ- 
ent energies, would also serve to explain their different 
behaviour under the influence of reagents. There is reason 
to believe that, of two isomerides, that of higher energy 
would in most cases enter into reaction more readily 
than that of lower energy, just as chlorine, an element of 
high energy — which in combining with hydrogen liberates 
a far greater amount of heat than do either bromine or 
iodine — is a far more energetic reagent than either of these. 
Hitherto but little attention has been paid to this field 
of enquiry, which the stndy of the thermic phenomena 
accompanying chemical reactions affords. In it, however, 
undoubtedly ,lies hidden the explanation of many at pre- 
sent obscure problems in chemical science. 



CHAPTER 11. 

HON OF CAREON COMPOUNDS. 

The unit weight (twelve parts) of carbon is capable of uniting 
with at most four unit weights of hydrogen or other monad 
elements. The simplest known hydride of carbon has the 
composition CHj, and is incapable of combining with chlo- 
rine, bromine, &c., being what is termed a saturated com- 
pound, but may exchange the whole or part of its hydrogen 
for an equivalent quantity of another element. Carbonic 
anhydride, C""0"a, hydrocyanic acid, H'C""N"', and cyano- 
gen chloride, C1'C""N"', are compounds which may be thus 
regarded as sul>stitution-Am\s.^\eis of the first hydride of 
carbon. 

InthefoUowing, certain of these simpler compounds, which 
may thus be regarded as derived from the first hydride of 
carbon, will be shortly described before proceeding to the 
consideration of the hydrides themselves. 
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While the number of unit weights of any of the elements 
other than carbon, associated together in their various com- 
pounds, is, as a rule, extremely limited, seldom exceeding 
five, the number of unit weights of carbon contained in 
carbon compounds is often very great. It is this funda- 
mental property of uniting with itself, so to speak, in a large 
number of different multiple proportions, which sharply dis- 
tinguishes carbon from the other elements, and which ap- 
pears to be the cause of the great multiplicity of its deriva- 
tives. Witli regard to the maximum combining power of 
these aggregates consisting of several unit weights of carbon, 
it is found that two unit weights are never associated with 
more than six, three with more than eight, or four with 
more than ten unit weights of hydrogen or other monads ; in 
short, that each addition of one unit weight of carbon raises 
the combining power by at most two monad units, so that 
the maximum combining power of an aggregate of «-units 
of carbon with monad elements is equal to an + a. The 
composition of tho compounds of carbon and hydrogen 
ccfntaining the greatest possible amount of the latter element 
is therefore expressed by the general formula, CnHs„ +a. 
It is fi-om the hydrocarbons, as such compounds of carbon 
and hydrogen are termed, of this composition that more 
or less directly, as will be shown in the following pages, the 
remaining families of organic compounds may be built up ; 
they are therefore of paramount importance. 

Besides these saturated hydrocarbons others are known 
containing proportionately less hydrogen ; these are capable 
of existing in the free state, and are termed 7ion-saiurated 
hydrocarbons, owing to their possessing the property of 
uniting directly, more or less readily, with certain elements, 
to form either saturated compounds of the C^H^n ^ ^ 
type, or intermediate compounds. They invariably differ 
from the corresponding terms of the CnHjn + a series by 
an even number of unit weights of hydrogen, and are 
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obtained from the members of that series by withdrawing 
from them one or more pairs of unit weights of hydrogen. 
This withdrawal of hydrogen may be effected in a large 
number of cases by the simple action of heat, the tendency 
thus to part with hydrogen becoming greater the higher up 
w e go in the series 

Hvdrocarbons dittcru g from those of the C^Hgn senes 
by an ni even n imber of umt weights of hjdrot,en arc not 
known in all cases where the r production mi|,ht le cv 
pecttd compounds are obtained wl ch mav be rt^jarded as 
formed by the union of t^o sich h\drocarhoi<i For 
e\araple if lodomethane CHjI be treated *ith metil c 
sodium iodine is witl drawn Irom it we do not obta n 
methyl CH3 however b it the hydrocarbon <_. H^ (cthai e) 
thus, 

2CH3I + Naa = 2NaI + CjHs, 
Similarly a mixture of the two iodides, CH3I and CjHgl, 
yields the hydrocarbon butylene, CjHa. 

The general terms of the series of hydrocarbons of which 
up to the present time members have been obtained and 
investigated are as follows :— 

C„H,„^a C„Hs„_,4 

C„H2„_2 QHjn^ia 

C,Hs„_6 C„H2„_24 

Each of these groups differs from the group next below, 
in that it contains two units of hydrogen more. Series thus 
related are termed isologous series. The members of each 
group form a homologous series, the successive terms of 
which differ by CHg (see p. 70). 

The various families of organic compounds considered in 
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their relations to the above-mentioned hydrocarbons may 
conveniently be arranged in the following classes :— 

I. Hydrocarbons and their haloid Derivatives. — One or 
more unit weights of chlorine, bromine, or iodine may be 
substituted either directly or indirectly for the equivalent 
quantity of hydrogen in the various hydrocarbons. For 
example, methane, CHj, and ethane, C^Hij, yield the fol- 
lowing series of chlorinated derivatives : — 

CH,; 



C^He ; CsH^Cl ; CjH^CU ; CaH^Cla ; C^H^a^ ; C2HCI5 ; 
CsClfi. 
Similarly we have : 

C^HsBr; CHiBrj ; C^HgBrg ; &c. 
C5H5I ; CaH^Ii,. 

All such hydrocarbon derivatives are termed haloid deri- 
vatives. Closely allied to them are several series of com- 
pounds which are conveniently regarded as derived from the 
hydrocarbons by the replacement of hydrogen by the mo- 
nad groups (CN)'; (SCN)'; (NO,)'; or(NH2)'; e.g. : 

CHj(CN); CiH6(SCN); CfiHsCNO,); C6H,(NH.i). 

(M^ylic cyanide.) (It^Bc sulpho- ' 

-Ail of tiiese are fomied from the haloid derivatives of the 
hydrocarbons by double decomposition ; for example, cya- 
nomethane is obtained by the action of potassic cyanide on 
iodoraethane : 

CH3I -(- KCN" = CH3CN + KI. 

II. Alcohols.— IW alcohols may be regarded as the 
hydroxyl (OH)' substitution derivatives of the hydrocar- 
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bons, and are in all respects the organic analogues of the 
metallic hydrates ; thus we have : 

C2H5(OH) ; C2H,(OH)5 ; C3H,(OH)3 ; 

Elhylic hydrate. EtKylenic hyilrato. Glycerina 

analogues of: 

Na(OH) ; Ca(OH)2 ; Bi(0H)3. 

The modes of formation of the alcohols from the corre- 
sponding haloid derivatives of the hydrocarbons are, as will 
te seen later on, strictly analogous to the methods by which 
the metalhc hydrates are obtained from the metallic 
chlorides, &c. 

Closely .related to the alcohols, and corresponding to the 
metaUic sulphydrates, are a class of bodies termed ihio- 
alcohols, or mercaptans ; e.g. : 

CsH,(SH) ; CaHjfSH)^ ; .C3fl5(SH)3. 

Ethylic auJphydrate. Eihylenic sulphydrate. Glycerylic sulphydrale. 

corresponding to : 

Na(SH); Ca(SH)5, &c, 
III. Ethers. — The ethers are the anhydrides of the alcohols, 
to which they bear the same relation as the metallic oxides to 
the corresponding hydrates ; e.g. : 

(C2H5}20 ; C5H4O ; (C3H5}503. 

ELhylic oxide. Elhylenlc oxide, Glycerylig oside. 

Na^O ; CaO ; BisOg. 

The ethers are more or less readily converted into 

alcohols by heating with water or alkalies, just as, under 

similar conditions, the metallic oxides are converted into 

hydrates ; 

{CaHjj^O + OHj = 2C5Hs(OH). 
Na^O + OH2 = sNaOH. 
Analogues of the metallic sulphides are also included in 
this class ; for example : 
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(C2H5)2S ; C2H4S ; 
analogous to 

Na^S ; CaS, 

And also poly sulphides such as 

(C2H5)aS,and{C,H5)5S8 
corresponding to 

NajSj and Na^S^. 

IV. Aldehydes. — The aldehydes are a class of bodies in- 
termediate between the alcohols and the acids. They may 
be conveniently formulated as hydrocarbon derivatives in 
which the group (C'''0"H)' replaces hydrogen ; thus we 

CH3{C0H) from CH, ; C6H5(COH) from CsHg ; 
Ci(,Hj(COH) from CioHg ; &c. 
The aldehydes are formed by the oxidation of the corre- 
sponding alcohols, thus : 

CH3.CHa.OH -i- O = CH3.COH -I- OH^; 

Ethylic alcohol. Aldehyde. 

and on further oxidation are converted into acids containing 
the sarae number of unit weights of carbon : 
CH3.COH -1-0 = CHg.CO.OH. 

Aldehyde, Acellgacid. 

On the other hand the aldehydes are readily transformed 
into alcohols by the action of nascent hydrogen : 
CH3.COH + Ha = CH3.CHs.OH. 

V. Ketones. — These compounds are closely related to the 
aldehydes, and may be regarded as derived from them by 
the replacement of hydrogen in the (COH) group by monad 
hydrocarbon groups ; thus we have : 

CH3.CO.CH3 derived from CH3.COH. 

Dimethylkclonc. Aldehyde. 

CfiHs.CO.CHa „ „ CfiHs.COH. 

Melhylphenylkeione. Eenialdehyde. 
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The ketones do not yield acids containing the same 
number of unit weights of carbon on oxidation ; hence they 
are readUy distinguished from the aldehydes. 

VI. Acids. — The acids are formed from the hydrocarbons 
by a series of operations, the final result of which may be 
said to be the substitution of hydrogen in the latter by the 
monad carboxyl ' group (CO2H = CO. OH) ; thus we have 
succinic acid, C^^^O^)^, formed from ethane, C^Hg, 
by the following series of reactions ; 

CHjBra + 2KCN = CaH,(CN)j + aKBr. 
C2H4(CN)2 + 40H, + zHCl = C2H4(C02H)a + 2NH4CI. 

The acids furnish a numerous series of characteristic 
derivatives, namely ; inetallic salts, haloid salts, eth^-eal salts, 
acid chlorides (bromides, iodides, &'c.), amides, and haloid 
derivatives and allied compounds. 

The metallic salts are die characteristic products of the 
action of metallic oxides, hydrates, and carbonates on the 
acids ; e.g. : 
2CH3.CO.OH + K2CO3 = zCHg.CO.OK + COa + OH2. 

Acelic acid. PoiassLc acecalE. 

The haloid salts may be regarded as derived from the 
metallic salts by the replacement of the metal by chlorine, 
bromine, &c ; thus the following haloid salts of acetic acid 
are known : 

CHg.COsCl; CHa-COaBr; {CHa.COa)^!"'. 

These compounds are all extremely unstable, and are 
never obtained by the direct action of the halogens on the 
acids {infra). 

Ethereal sails, or compound ethers, are formed when the 
acids are acted upon by the analogues of the metallic 
hydrates, the alcohols ; thus : 

CH3.C0(0H) + C3H5.OH = CH3.CO{OC2H5) + OH5. 

AcciLcacid. Ethylic hydrale. Ethyl ic acelale. 

' From carbonyl (CO), hydroxyl (OH). 
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The acid chlvi ides (bromides, iodides) are the products 
of the action of the haloid phosphorus compounds on the 
acids, or their metalUc salts ; 

3CH3.CO.OH + PCI3 = 3CH3.COCI + PO3H3. 

The amides are formed by the action of ammonia on the 
acid chlorides, or on the ethereal salts, or by distillation 
of the ammonium salts of the acids ; 

CH3.COCI + 2NH3 = CH3.CO.NH2 + NH^Cl. 

CHj.CO.OCsHs + NH3 = CH3.CO.NH2 + CaH^OH. 

CH3.CO.ONH4 = CH3.CO.NHj + OH5. 

The haloid dei-ivaiives, which are mostly compounds of 
considerable stability, are formed by the direct action of 
chlorine, or bromine on the acids ; thus : 

CH3.CO2H + CI2 = CHsCl.COi,H + HCl. 
CH3.CO2H + 2CI2 = CHCI2.CO2H + 2HCI. 
CHj.COsH + sClj = CCla.COsH + 3HCI. 

From many of the haloid derivatives a series of closely 
allied compounds may be obtained by double decomposi- 

CHJ.CO2H; CHa(CN).C02H ; CH2(OH).C0,H ; 

CH2(NH2>.C02H ; CH5(SH).C02H; &c. 

VII. Anhydrides. — These compounds bear the same re- 
lation to the acids tliat the ethers bear to the alcohols : 

CH3.C0.0H; ch'co}'^- '^^^^■'^^ '§§!}*-'■ 

They are reconverted into acids by the action of water. 

VIII. Amines. — The amines are a class of bodies which 
are generally regarded as derived fiom ammonia by the 



40 Organic CJtemistry. 

substitution of hydrocarbon gioups for hydrogen ; the fol- 
lowing are examples of such compoimds : — 



fCsHj 



fCgHs fCaHj rCaH, 



Diethylaiamf 



' { nf ' '• ^' { nf^' = CgH,(nh,) 



{Triamines.') 



It is evident, however, that the primary amines may 
equally well be regarded as derived from the hydrocarbons 
by the substitution of ^(NHa) for wH. 

These organic ammonias closely resemble ammonia in 
their properties : they combine directly with adds, forming 
substituted ammonium salts : 

CHs-NHa + HCl = CaHs.NHgCl 

Eihylaminc. . Ethylamnionic chloride, 

C^H^-NsH, + aHI = C2H4.NJH6IJ ; &c. 
By treating these salts with moist argentic oxide the cor- 
responding hydrates are obtained : 
2C2Hs.NHgCl + Ag20 + OHa= aCsHB-NHB.OH + zAgCl. 

Eihylammonie chloride. Ethylanimoaic hydrate. 

These hydrates are highly caustic bodies, and indeed 
exhibit throughout the behaviour of their inoi^anic ana- 
logues, the caustic alkalies, precipitating metals from their 
solution as hydrates, &c. 
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fCsHs 
P< C3H5; 
iH 



The analogues of ammonia, //!<«/////(#, PH,; stibine, SbHaj 
and arsine, AsHj, also yield derivatives corresponding to 
the primary, secondary, and tertiary monamines ; e.g. : 
rCoH, fCsHs fCsHs 

EihylphosphLne. Diethylphcaphrae, Tiiclhylphosphine. 

IX. Organo-ntetallic Compounds. — These may be re- 
garded as compounds of the metals with monad hydro- 
carbon groups; thus the following bodies are known among 
others: 

H,fCsH5)2 ; Bi(C2H6)g ; 

ethide. ethide. 

Sn (C,H,), Sn{C HJ,. 

Dis ann c he eth de SUi n c e h de. 

A large number of carbon compounds are known how- 
ever, which cannot at present be incl ided in e ther of the 
above series, as we are entrely unicquamted with their 
genetic relations to the hjdrocarbons 



CHAPTER in. 

GENERAL ACTION OF REAGENTS ON CARBON CO.MPOIINDS. 

This chapter contains an outline description of the action 
of the more important reagents which the chemist employs 
in the study and elucidation of the chemical nature of 
carbon compounds. 

Action of Chlorine, Bromine, and Iodine. — There is merely 
a difference of degree between the action exerted by 
chlorine and by bromine, chlorine being the more energetic 
reagent — because, we usually say, of its superior affinity for 
hydrogen. The behaviour of iodine is in many cases pecu- 
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liar. The following modes of action of chlorine and bro- 
mine ■ire to be distinguished 

I H)drogen is rtmoved in the form of haloid acid and 
replaced by the hilogen In this way i, 2, 3 or n units 
I may be removed and replaced by i, 2, 3 or 
f' of nalogen with furmation of i 2, 3 or fi weights 
of haloid aad consequentlj to ettect the replacement of 
n units of hjdro^en -/( un ts of chlorine or bromine are 
requisite The number of units of hydrogen replaced 
depends ma nly on the nature of the body operated upon, 
md on the temperature, but often other conditions also 
intervene The foUowmg exanqiles will serve to illustrate 
the mode of iction 
CHj + C12=CH3C1 + HC1,CH4 + 2C15=CH2C1b+2HC1; 

MMhane. Chloroniothans. Methane. Dichloromcthane. 

CH4 + 3Cla = CHCls+3HCl;CH,+4Clj = CCl4+4HCl. 

Meihane, Trichloromsthane. Meihana. Tettachloromethane. 

2. Hydrogen is simply removed in the form of haloid' 
acid, without replacement by the equivalent quantity of' 
chlorine or bromine ; thus : 

C^HbO + Cla = C9H4O + 2HCI. 

Alcohol. Aldehyde. 

3. Certain 'unsaturated' compounds unite directly with 
chlorine or bromine ; for example: 

C5H, + Bra = CaH^Bra. C^Hs.+ aCl, == CsHaClg. 

Ethylene. Ethylene BenMOt Benjene 

4. Under ordinary conditions, clilorine and bromine 
only decompose water very slowly, settmg free oxygen 
(OHj + Cls = + 2HCI), but in the presence of a third 
body possessing a tendency to combine with oxygen this 
decomposition occurs far more readily ; hence in many cases 
chlorine and bromine in presence of water act as powerful 
oxidising agents ;' e.g. ; 

' A class of reactions analogous to this is often met with in the 
study of the so-called inoi^anic compotmds. Thus chlorine is ^without 
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CjHeO + OH^ + Cla = CjHeOa + zHCl. 

A point of great interest with regard to the action of 
chlorine, especially on organic bodies, is the influence of 
light on the course of the reaction. We know that chlorine 
and hydrogen do not combine in the dark, and only slowly 
in diffused light, but that they unite immediately under the 
influence of a bright light. Similarly chlorine is entirely 
without action on benzene in the dark, or even in diffused 
light, whilst direct union occurs readily when a mixture of 
these bodies is exposed to bright sunlight {CgHg + 3Cl3 
= CgHgClfi). More remarkable still, if monochloropropylene, 
C3H5CI, be acted upon by chlorine in the dark, it is con- 
verted into the substitution derivative dichloropropytenc 
(CaHjCI + Clu = CsH^Cl, + HCI), but in bright sunlight 
under otherwise similar conditions the additive' compound, 
C3HJCI3, is formed (C3H5CI + 01^ = CgHgCIs). 

Bromine exhibits, though in a less marked degree, a 
Similar behaviour : combining directly with benzene to 
form the additive compound, CgHgErg, in bright sunlight, 
but \ielding substitution derivatives, such as CgHsBr, 
CgH^Brs. &c., when the action is carried on in diffused 
hght 

A further point of interest is the simultaneous formation of 
isomeric products by the action of dilorine. Thus, on treating 

acdon on silicic anhydride at a red heat, but in presence of carbon it 
readily converts it into silicic tetraciilorlde : 

SiOj + 2C + aCl, = SiCl, + 3CO. 
In tliis case the tendency of the carlron to unite with the oxygen, added 
to the tendency of the chlorine to unite with the silicium, is sufficient to 
overcome the tendency of the silicium to remain combined with the 
oxygen, which the chlorine alone is not able to overooine 

' Compounds formed by the replacement of one element by the 
eqnivalent quantity of another element are tenned ' substitution ' deriva- 
tives, and compounds formed by the direct union of two bodies are often 
termed ' additive ' compounds. 
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/3-chloTopropane {jsopropylk chloride), CjHjCl, with chlorine, 
a mixture of two bodies, each of the composition CgHjClj, 
is obtained ; one of these boils at 70°, the other at 96°, 
and they differ also in many other respects. Several simi- 
lar cases might be quoted. 

Iodine combities directly with certain unsaturated com- 
pounds, ethylene for example {C5H4 + I^ = C^H^Ia), and 
sometimes also in presence of water acts as an oxidising 
agent, but both classes of reaction are effected far less 
readily than by bromine or chlorine. lo do- substitution 
derivatives are never formed by the direct action of iodine 
on hydrogenised compounds, unless the hydriodic acid pro- 
duced be immediately withdrawn from the sphere of action. 
To effect this, mercuric oxide, or iodic acid, is simulta- 
neously added, which reacts with the haloid acid to form, 
in the one case, mercuric iodide and water (HgO + 2HI 
= Hgl^ -I- OH2), in the other free iodine and water 
(HIO3 -I- 5HI = 3I2 + 3OH2). To prepare iodophenol, 
for example, from phenol, we add iodine and the requisite 
quantity of mercuric oxide to an alcoholic solution of 
phenol : iodophenol and hydriodic acid are formed 
(CfiHgO + I2 = CeHsIO -i- HI), but the latter immediately 
enters into reaction with the mercuric oxide and is con- 
verted into insoluble mercuric iodide. 

lodo-substitution derivatives are often obtained from the 
corresponding chlorinated or brominated compounds, by 
double decomposition with potassic iodide ; e.g. : 

CaHsBrOa + KI = C^HjIOa -I- KBr. 

Bromacftic add. lodacelic acid. 

Action of Hydrochloric, Hydrobromic, and Hydriodic Adds. 
A variety of modes of action are to be distinguished. 

T. These acids unite readily and at once in the cold with 
basic compounds such as the so-calied ' compound am. 
monias,' the alkaloids, &c., forming salts ; e.g. ; 



CsH^N -I- HCl = CHgNCl. 

Eihylamiiie. EihylammonLc chlori 
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2. They combine with many 'unsaturated' compounds; 
thus ethylene and hydriodic acid form monoiodoetbane, 
HI + CiH4 = C2H5I ; fumaric acid and hydrobromic add 
form bromosucdtiic add, C4H4O4 + HBr = C4H5Br04- 
In such cases it is usually necessary to heat the mixture 
during a shorter or longer period, and if the combination 
occur in the cold, a considerable time is required to render 
it complete ; hydriodic acid lends itself far more readily to 
reactions of this class than either hydrobromic or hydro- 
chloric acid, and hydrobromic more readily than hydro- 
diloric acid. The nature of the products depends very 
much on the conditions of experiment, on the temperature 
to which the mixture is heated, and the degree of concen- 
trarion of the aqueous solution of haloid acid, and isomeric 
compounds are often obtained. Thus hydrobromic acid, by 
its action on bromethykne, CaHgBr, produces under one 
set of conditions ethyleizs dibromide, CjHiBrj, which boils 
at 129°; under other conditions an isomeric body boiling 
at 110°. Similarly, hromopropylme, CgHjEr, yields either 
propyktie dibromide, CgHfiErj (b.p. i4o°-I43''), or the iso- 
meric compound boiling at 122°. Often, and indeed usually, 
a mixture of the isomeric compounds is produced, since 
it is difficult precisely to maintain the exact conditions 
necessary to the formation of the one or the other alone. 
The compounds with high boiling-points are principally 
formed at the ordinary temperature by the action of a very 
concentrated hydrobromic acid solution ; the isomeric 
bodies by the action of a less concentrated solution at a 
temperature of 100°. 

3. Certain bodies exchange (OH)', hydroxy!, for chlorine, 
bromine, or iodine, when acted upon by the haloid acids. 
This mode of action is peculiarly characteristic of the so- 
called 'alcohols' and 'oxacids.' The following examples 
may serve in illustration :— 

C2H5(6H) + HI =0H2 + C2H5I: 

Alcohol. Ethylic iodide, 
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C3H5(OH)3 + 2HCI = 2OH2 + C3HaCl2(OH). 

Glyceiine. Dicllloihydiin, 

C3H5(OH)02 + HBr = OH^ + CaHsBrO^. 

Oiypropionic acid. Bromopropionic acid. 

The majority of iodine substitution compounds, however, 
are at once decomposed in contact with hydriodic acid, 
with separation of iodine and replacement of t!ie iodine by 
the equivalent amount of hydrogen ; thus ; 

C3H3IO2 + HI = CjHiOa +Ii ; 
so that by acting upon oxypropionic acid, for example, with 
hydriodic acid, we obtain, not iodopropionic, but propionic 
acid ; the former is doubtless produced in the first instance 
(C3Hg(0H)0a + HI = OHj + CjHjIOa), it has but an 
ephemeral existence, however, being at once converted by 
the remaining hydriodic acid into propionic acid and iodine 

(CsHjIOj + HI = CgHgOs + I2). 

This peculiar behaviour of iodo-derivatives towards hy- 
driodic acid at once gives a clue to the non-formation of 
iodo-substitution derivatives, by the action of iodine, in those 
cases in which the hydriodic acid first formed by the action 
of the iodine on the hydrogenised compound is not at once 
removed from the sphere of action. 

In virtue of this property, possessed by hydriodic acid to 
so marked an extent, of removing oxygen from bodies and 
replacing it by hydrogen, it is one of the most powerful 
reducing agents known ; in fact, by the action of a very 
concentrated solution at high temperatures, most oxygenated 
compounds may ultimately be converted into the correspon- 
ding hydrogenised substances: thus acetic acid, C2H4O2, 
for example, is converted into ethane, C2H5, &c. 

Action of Oxidisifig Agents. — i. Hydrogen is eliminated in 
the form of water and replaced by an equivalent quantity of 
oxygen ; thus ; 

C^HeO -I- O2 = OHj + CjH^Oj. 
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2. Hydrogen is eliminated in tlie form of water and re- 
placed by twice the equivalent quantity of oxygen, as in the 
formation of the quinones, e.g. : 

C,oHe + 03 = OH, + CioHgOa- 

Kaphthalene. Naphthoquuione. 

3. Oxygen is simply added on to the compound : 

CjH.O + O = CsH.O^. 

CaHfiS + 03 = CaHeSOg. 

Elhyllc aulphydrale. Ethylsulphonic acid. 

4. Hydrogen is simply eliminated : 

CHgO + O = OH2 + C^H.O. 

Akoliol. Aldehyde. 

5. The compound acted upon is split up and yields two 
or more oxidised bodies, each containing fewer units of 
carbon in its formula than the original substance, e.g. : 

CjHieO + 30j = OH2 + CaHgO, + ■iC^Sy^i- 

Trieihylcarbinol. Propionic acid. Acetic acid. 

These reactions are the results of ' moderated ' oxidation, 
and are obtained by employing, at most, a slight excess of 
the oxidising agent , by a large excess, assisted bj a high 
temperature, the majontj ot carbon compounds ^re ulti 
mately resolved more or less readily into carbonic anhy 
dride and water, just as by combustion with oxygen 
Although in all the abo\e cases the reactions are repre 
sented as occasioned bj free ox)gen, jet, as a matter of fact, 
they are seldom realised by employing free oxygen, but 
usually ty evolving the oxygen in the inunediate presence 
of the body to be acted upon, or, as it is termed, by ftascent 
oxygen. The reagent most commonly employed is a mix- 
ture of potassic dichromate and sulphuric acid in aqueous 
solution, which enter into reaction according to the equa- 

KaCraOi + H.SOi + H,0 = 2H,Cr04 + K^SOj. 
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The chromic acid so produced, if in presence of a body 
possessing a tendency to take up oxygen, and an excess of 
sulphuric acid, readily parts with a portion of its oxygen, 
yielding chromic sulphate and water ; 

aHjCrOj + 3H2SO4 = 03 + Cr^sSOj + sOH^- 

Action of ' nascent' ffydroien.—V^ e scarcely ktio ^ an 
instance in which free hydrogen is able ti act upon carbon 
compounds; in the nascent state honever le at the 
moment of liberation from a state ot Lombmitioi it is one 
of the most active and useful agents at the chemists 
disposal. It is usual to add the compound which it is 
desired to submit to the action of hjdr gen to a mixture of 
substances evolving hydrogen, such as. aodium amalgam and 
water, zinc and sulphuric acid, or tin and h^drochlor c ac d. 
Hydriodic acid, sulphurous acid, ani hydnc aulph dc are 
also powerful reducing agents ; the first a id last of these, 
although stable in the pure state readilv part with their 
hydrogen tobodies possessing a strong tendency to combme 
with, or take up hydrogen. Sulphurous add acts by de- 
composing water and setting free the hydrogen, itself com- 
bining with the oxygen to form sulphuric acid ; this decom- 
position of water by sulphurous acid only takes place, 
however, in presence of a third body which has a strong 
tendency to take up hydrogen. The follovmig are the 
modes of action of nascent hydrogen : — 

1. It combines directly with certain unsaturated com- 
pounds; e.g. : 

CaHj -f Ha = C,H4 ; C,H404 + H^ = C.H.O^. 

Actlykne. Ethyls ne. Fumark add. SiiminLc add, 

2. It removes oxygen without replacing it ; thus : 

C9H9.0H + Ha = C^Hio + OH,. 

CinnamiQ alcohd. Allylheniepe. 

3. Oxygen, chlorine, bromine, or iodine are removed, but 
replaced by the equivalent quantity of hydrogen : 



by Google 



Action of Nitric Acid. 49 

C^HgClO, + Hj = CaH^O, + HCl. 
CjHgOj + 2Hj = CjHgO 4- H^O. 

Benzok acid. Beniylic alcohol, 

4. Oxygen is removed and replaced by half the equivalent 
quantity of hydrogen, in the reduction of nitro-compounds to 
amido-compounds : 

C6H,(N02) + 3H2 = C6H6(NH,) + aHjO. 

Nitrobenzene. Atnidoboizenc. 

Action of Nitric Acid. — The concentrated' acid acts most 
violently on many organic bodies, often completely destroy- 
ing them, but the action may be moderated by the addition 
of water, 

1, Nitric acid unites with basic substances forming salts. 

2. It acts as an oxidising agent. 

3. A ' nitric-ether,' or ethereal salt of nitric acid, is 
formed : 

C,H5{OH) -F HNO3 = CaH3(N03) -)- H5O. 

Ethylic hydrale. ElhylLc nitrate. 

C3Hs(OH)3 + 3HNO3 = C3Hs(N03)3 -(- 3HaO. 

Olycerine. Glyceric nitralt 

(Nilroglyooripe). 

4, Nitro- substitution compounds are produced ; 

CfiHe + HNO3 = H2O -t- CsH,(NO,); 

CcHbO + 3HNO3 = CeH30(N02)3 -1- 3H2O. 

^ppartntl) m cases 3 and 4 the two ojeratiois if repre 
sci ted ty emyincal formula are of tl e same order and 
Dnsist m the removal of n units of \i\ drogen from the 
compound m the form of n^ter aid the additioi of « 
t nes NO2 but the two classes of derivatues thus formed 
exhibit very dissimihr properties The mtnc ethers are 
r idih decompose! b} niscent hvdrogcn ind bv heiting 
tlen th water the\ ire recon\ erted mto thur genera 
ttrs eK 
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C2H5(N03) + OHj = C2H,(0H) ^- HNO,. 

EthyUc nilralc. EthylLc hydrate. 

CsHs{N03)j + 9H = C3H6{OH)3 + 3NO + 3OH3. 

Glyceric niltaK. Giycerme. 

The nitro-compounds, on the other hand, are not affected 

by water or dilute alkaline solutions, but are readily reduced 

by nascent hydrogen and converted into amido-derivatives : 

CsH5(NOs) + 3H2 = C6H5(NH5) + zHjO. 

By the reduction of nitro-derivatives, therefore, products 
are obtained which still contain nitrogen, whilst the nitrogen 
is entirely removed from the nitric ethers by the action of 
reducing agents. 

It is interesting to note, that experiment shows, that far 
less heat is evolved in the formation of the nitric ethers than 
in the formation of nitro-compoundu, and to contrast this 
with the fact that the nitric ethers are, as a class, bodies of 
low stability, being readily decomposed by alkalies, and all 
highly explosive, whilst the majority of nitro-derivatives are 
far more stable substances and far less explosive. There is 
thus an evident relation between the amount of heat evolved 
and the nature of the product in the two cases, and we have 
a clear illustration of the circumstance that the less the 
amount of the chemical energy which is concerned in the 
production of a reaction between given substances, the less 
will be the amount of force necessary to cause the products 
of that reaction to exert the contrary action, and to re-form 
the parent substances, or otherwise to undergo alteration. 

Action of the haloid Phosphorus Compowids. — i. These 
bodies either remove oxygen alone from the compound, re- 
placing it by the equivalent quantity of halogen : 

CaHeO -)- PCI5 - CgHjClj -f POCI3 ; 

(Mediyi^^^loi.) 

2. Or oxygen and hydrogen, one unit of halogen entering 
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into the compound for every one unit of oxygen plus one 
of hydrogen removed ; thus : 

CjH^Oa 4- PCI5 = CiHaOCl + POClj + HCI. 
3C2H4O3 + PCI3 tsaCH^OCI + H3PO3. 

%Z^S>i + POClg = 3C2H3OCI + HgP04. 

3. In some instances phosphoric chloride (PClg) behaves 
as a mixture of phosphorus chloride and chlorine <PCl3 + 
CI2), and simply chlorinates : 

CgHgOj + PClfi = CflHsClOa + PClg + HCJ. 



Action of Dehydrating Agents. — Phosphoric anhydride, 
hydric potassic sulphate, sulphuric acid, hydrochloric acid, 
zincic chloride, &c., when heated with many oxygenised 
bodies, cause the separation of the elements of water ftom 
them. Either the products contain:— i. Fewer units of 
carbon than the original compound; 2, the same number 
of units ; 3, or a larger number. For example ; 

CHsO^ -■ OHs = CO; CaH504 - OH^ = CO + CO2. 
CsHgO - OH3 = C^H,. 

Alcohol. Ethylene 

aCH^O - OH3 = C4H6O. 
Aldehydt. Crotonie sUehydt 

Action of Alkalies.— 'Poia.^.SiC and sodic hydrates may act in 
a variety of ways : 

1. With acids they form metallic salts by double decom- 
position ; 

CjH.Oa + NaHO = CaH^NaOj + OH^. 

2. They act as oxydising agents, but at the same time 
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hydrogen is always evolved, so that in the end a mixed 
result is often obtained : 



2C,HeO -1- KHO = CtHsKO, + CjHsO, 

Benzoic aldehyde. PoEssLc beiuoatc. Beniylic alcohol. 

In the latter case two phases in the reaction are to be 
distinguished : 

1. CjHgO + KHO = CjHsKOa + H^; 

2. CjHgO + Hj = CjHaO. 

3. The action of the alkalies on chlorine, bromine, and 
iodine-substitution compounds leads in some cases to the 
replacement of the halogen by (OH) ; thus : 

CjHsCl + KHO = KCl + C3H-,(0H>. 
But more often the whole or part of the halogen is re- 
moved together with an equivalent quantity of hydrogen ; 

C2H4C12 + KHO = 

Elhylene dichloride. 

CsHjBr + KHO = KBr + OHj + C9H2. 

Bromethylene. Aceiylene. 

4. On fusion of the potassic or sodic salts of the sulpho- 
acids with potassic hydrate the corresponding oxy-deriva- 
tives are produced ; e.g. : 

C6H5(S03K) + KHO = CaH5(0H) + SO3K2. 

Polasaic benzcncsulphonale. Oxybenzeoe. Potassic 

(Pherial.) si.lphite. 

Hydration of Organic Compounds. — Under this heading is 
included a series of reactions which depend on the direct 
assumption of the elements of water by organic bodies ; this 
being sometimes, but by no means always, attended by the 
splitting up of the compound into simpler substances. An 
especial degree of interest attaches to them, inasmuch as 
they undoubtedly play a most important part in the pro- 
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cesses which occur in the economy of plants and animals. 
This direct assumption of water takes place in some cases 
spontaneously at ordinary temperatures ; in others more or 
less prolonged heating is requisite ; in others, again, the 
presence of third bodies assists the action to a remarkable 
extent An instructive example of this mode of action is 
■furnished by the conversion of cane sugar into a mixture of 
dextrose andlEevulose{C,2H220ii + OH^ = CeH,aOB + 
CsHiaOfl), which takes place slowly when sugar is heated 
with water, and rapidly when a small proportion of hydro- 
chloric, or sulphuric acid is added. 

Hydration and oxidation very frequently occur simul- 
taneousiy ; thus acetylene and oxygen in presence of water 
furnish acetic acid : 

CaH, + + OH2 = C2H,03; 
and similarly allylene, oxygen, and water yield propionic 
acid : 

C3H4 + + OH, = CsHgO,. 

This form of action is doubtless also of very great impor- 
tance in the operations of plant and animal life. 

Action of Heat. — The majority of oiganic bodies are de- 
composed under the influence of heat. In many cases the 
reactions which occur are perfectly definite and simple, as, 
for example, in the decomposition of gallic acid by heat : 
C,H,Os = CeHgOa -V COj. 

Gallic acid, PyrogalloL 

But as a rule, especially if the temperature employed be 
at all elevated, a complex series of products are obtained 
having . no simple relation to the parent compound. Heat 
tends both to simplify and to complicate organic bodies, but 
the more complex the body the more easily does it undergo 
decomposition as a rule ; thus the higher hydrocarbons yield 
simpler products when their vapour is passed through a red- 
hot tube ; e.g. : 

CioHr= CbHs -t-aC^Hj; 

Naphthalene. Ecmene, Acetylene. 
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but many simple hydrocarbons are converted into more 
complex bodies by beat ; e.g : 

3C5HJ = QHg. 



CHAPTER IV. 



Since this element has already been treated of at consider- 
able length in a previous volume of this series, only a few 
points there unnoticed need be here referred to. 

The combustion of the several modifications of carbon 
with an excess of oxygen furnishes different amounts of heat. 
The figures in the following table represent the number of 
heat-units ' disengaged on combustion of iz grammes of each 
variety : 

Diamond 93,240 u™ts 



Iron graphite . 
Natural graphite 
Gas carbon 
Wood charcoal 



93,144 
93,564 
9&.564 



Corresponding differences are observed in their behaviour 
with reagents thus a mixture of potassic chlorate and con- 
centrated nitric acid is entirely without action on diamond, 
even in the finest state of division ; by its action on the 
various sorta of graphite, grej^hiiic acid is formed, whilst 
amorphous caibon is entirely dissolved by the mixture with 
formation of humus like products 

Graphtttc Aii — The formula of this body, according to 
Brodie is Ci,H,Oi iccordmg to Gottschalk, CjjHijO.s. The 
product from nat rii graphite is obtained in yellow microscopic 
crjstals of the ihombc or monochnic system. When heated. 
It decomposes with e\plosion, incandescence, and evolution of 

' The 1 eat in t heie employed s the amount of heat necessary to 
raise the temperature of I gramme of water 1° C 
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gas, leaving a finely-divided black residue, which still contains 
oxygen and hydrogen. 

Carbon is slowly attacked by many oxidising; agents, 
carbonic anhydride being always the main product. Thus 
chromic acid solution produces a small quantity of oxalic 
acid, H2C2O4. Potassic permanganate has been found to 
yield traces of formic acid, CH^Oa, and it is stated that by 
the action of this reagent under certain conditions, Mdlitic 
acid, CisHeO,2, is obtained. Mellitic acid is the chief con- 
stituent of the so-called honey-stone which is found in the 
coal measures ; hence its formation by the direct oxidation 
of carbon is of very great interest. 

Pure amorphous carbon is not attacked when heated 
with a concentrated aqueous solution of hydriodic acid, but 
wood charcoal and coal are more or less acted upon and 
converted into hydrocarbons (paraffins). 

The different forms of amorphous carbon ordinarily met 
with are more or less impure. Even the carbon obtained 
by heating pure organic substances, such as sugar, is not 
pure, but retains small quantities of hydrogen and oxygen ; 
these may be removed by heating it intensely for some tune 
in a current of dry chlorine. Pure amorphous carbon may 
also be prepared by heating potassium or sodium in carbonic 
anhydride. 

Carbonic Oxide (Carbon monoxide, Carbonous oxide), 
CO. — The mode of preparation and main properties of this 
gas are already known to the student. 

Carbonic oxide is decomposed by strongly-heated potas- 
sium or sodium with separation of carbon, but it is absorbed 
by potassium heated to about 80°, forming a highly explosive 
compound of the formula CnKnO^. 

The product thus obtained is decomposed with explosive 
violence by water, but may be preserved unchanged under dry 
petroleum oil. If exposed to moist air, it rapidly changes 
colour, and, it is said, then contains, according to the stage of 
decomposition, the potassium salt of one of the following acids: 
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-Trihydrocarboxylic acid, CjoH,oO|o; Dihydrocarboxylic acid, 
C|oO[(,H8 ; HydrocarioxyKc acid, C|oO,oHj ; or Carboxylic acid, 
C,oO,oH,. By direct decomposition of the fresli mass with 
water, the potassium salt either of Croconic acid, C5O5H5, or of 
Rkodisonic acid, CjO^Hj, or a mixture of the two, is obtained. 
All these compounds axe extremely unstable. 

Caxbonic oxide combines directly with platinous chloride 
to form the following series of crystalline compounds : 
COPtClj ; CaOaPtCia ; C^OsPtaCl,. 

On passing chlorine and carbonic oxide simultaneously over 
finely-divided metallic platinum, heated to about 240°, a mix- 
ture of CjO^PtClj and CjO,Pt,Cl, is obtained, which may be 
separated by boiling the mass with carbonic tetrachloride ; this 
dissolves, chiefly the latter, leaving a residue consisting of the 
compound C,OjPtCl,. Either of these bodies splits up, when 
heated, into carbonic oxide and the compound COPtCl.j ; con- 
versely, the latter yields a mixture of C,0,PtCl, and CjOjI't^Cl^ 
when heated in an atmosphere of carbonic oxide. Water 
decomposes these substances ; thus ; 

CaOjPtCLj + OH, = CO + CO3 + Pt + 2HCI. 

Carbonic CxKcMv/i/rf fCflrbonyl chloride; Phosgene ; Chlo- 
rocarbonic acid), COCI2. — Carbonic oxide and chlorine do 
not unite in the dark, but combine readily when the mixture 
is exposed to bright light (sunlight). Combination also 
ensues on passing the mixed gases over heated platinum- 
black, or into boiling 'antimonic pentachloride. Carbonic 
oxychloride may also be obtained by the action of sulphuric 
anhydride on carbonic tetrachloride ; 

aSOg 4- CCI4 = COCla -I- SaO.Cla. 

It is a colourless gas possessing an extremely suffocating, 
tear-exciting odour. It may be condensed, by passing it 
through a U tube surrounded by a mixture of ice and salt, 
to a colourless, mobile liquid boiling constantly at Z'z". It 
is immediately decomposed by water. 

Carbonic Anhydride (Carbon dioxide ; carbonic acid), 
COa- — The union of carbon and oxygen is accompanied by 
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the evolution of much heat ; but it is a noteworthy circum- 
stance that far less is evolved in the conversion of carbon 
into carbonic oxide, than in the conversion of the latter into 
carbonic anhydride. Thus the union of 12 grammes of 
carbon with 16 grammes of oxygen gives rise to the dis- 
engagement of about 25,000 heat-units, but the conversion 
of these 12 -1- 16 = 28 grammes of carbonic oxide into 
carbonic anhydride, that is to say, the fixation of a further 
16 grammes of oxygen by the iz- grammes of carbon, is 
attended by the evolution of no less than 69,000 heat-units. 
Tlie probable explanation of this remarkable difference is, 
that heat is absorbed in converting the solid carbon into 
gaseous carbon, in which latter condition it doubtless exists in 
carbonic oxide and anhydride. This view is supported by the 
fact that sensibly equal quantities of heat are evolved in the fixa- 
tion of each successive 16 grammes of oxygen in the formation 
of the two oxides of tin, of copper, and of phosphorus, in all of 
which cases the products are solid. Thus, the oxidation of tin 
to stannous oxide (Sn to SnO) is accompanied by the dis- 
engagement of 34,900 heat-units, and to stannic oxide (Sn to 
SnOJ by the disengagement of 68,9oounits, or about double; in 
the formation of cuprous oxide, the union of 63 x 2 grammes 
of copper with 16 grammes of oxygen (Cu^ to Cu^O) evolves 
18,000 units, whilst the combination of 63 grammes of copper 
with 16 grammes of oxygen, to form cupric oxide (Cu to CuO), 
furn'shes j8 ooo units 

C^tl I Disulphtde (Carbonic sulphanhydride ; Bisul- 
phide of carbon) CSj —Carbon and sulphur do not combine 
when simply heated together in the solid state, owing to the 
volat hsation of tl e sulphur at a temperature below that at 
wh ch comb stion cai take place their union may be 
readil) ettected however by passm^ sulphur vapour over 
red hot carbon 

It IS noteworthj that the formation of carbonic disulphide 
IS attended by an absorption of heat ; this will be evident 
from the following comparison of its heat of combustion 
with the heats of combustion of its constituents :~ 
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The union of 64 grammes of sulphur with 12 grammes of 
b h q 1 b p of no less than 22,000 

h w it is that in order to 
necessary to apply heat 
f h operation, whereas the 
g hen once commenced, 

I he laxge amount of heat 

s a mobile, colourless, strongly- 
refracting liquid, almost insoluble in water, possessing a 
faint unpleasant odour, of sp. gr. 1-29 at 0°. It boils at 
46°, and is extremely volatile and inflammable ; its vapour 
when mixed with air is highly explosive ; 

CSg -f-'/Os = COa 4-SOs. 

It dissolves sulphur, phosphorus, iodine, oils, &c., and is 
largely used in the arts and manufactures on account of its 
solvent power. 

Action of Chlorine on CS,.— The ultimate product of the 
action of dry chlorine in presence of iodine or antimonic 
pentachloride is carbonic tetrachloride : 

CSi + aCIj-S^Clj + CCV 

Two intermediate products of the composition, CSCl^ {perchlor- 
methyl mercaptan) and CjSjCIg, may be isolated if the action of 
chlorine in presence of iodine be not carried too far ; the latter 
is a munificently crystalline body, the former an oily liquid. 
Moist clilorine exercises simultaneously both a chlorinating and 
an oxidising action, and gives rise to the following products t 
CSClj, stilphocarbonyl chloride \ CSCl^ percklormelAyl mer- 

Hlglc 
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captan \-aaAC^C\fii,trickhrmethyl sulphurous chloride. By the 
prolonged action of bromine and antimonicpentabromide on CSj 
at high temperatures, carbonic tetrabromide, CBr^, is formed. 

Carbonic disulphide enters into combination with the 
metallic sulphides to form sulphocarbonates, in exactly the 
same way that carbonic anhydride unites with the metallic 
oxides, forming metallic carbonates : 

CSj + Ki,S = K^CSj. 

Sulphocarbonic acid is readily obtained as a yellow, easily 
decomposable oily liquid on treating a sulphocarbonate with 
dilute hydrochloric acid : 

K^CSj + zHCl = aKCl + H^CS^. 

Carbonic Oxysulfhide, COS, is obtained by the action of 
moderately dilute sulphuric acid on potassic sulphocyanate ; 
zKSCN + zSOiHj + 30H2=2COS + S04{NH4)2+S04K2. 

Also on gently heating a mixture of carbonic disulphide and 
sulphuric anhydride : 

CSa + SOb = COS 4- SO, + S. 
It is a colourless gas, easily decomposed by heat into 
carbonic oxide and sulphur, possessing a faint, not un- 
pleasant, odour. It is completely absorbed, though less 
rapidly than carbonic anhydride, by potassic hydrate solu- 
tion, and is at the same time decomposed : 

COS + 4KHO = K.COa + KjS + 2OH2. 

CYANOGEN COMPOUNDS. 

Hydrocyanic Acid, HON. — The most direct synthesis of 
this compound is effected by passing electric sparks through 
a mixture of acetylene and nitrogen gases ; 
C2H2 + Nj = 2HCN". 

It is not necessary, in order to realise this synthesis, to pre- 
pare pure acetylene, but the experiment may be shown by 
passing the electric sparks through nitrogen saturated with ben- 
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zene vapour : tte latter is partially decomposed into acetylene 
(CjH^ = 3C,Hg), which then enters into unian with the nitrogen. 
A current of nitrogen is therefore transmitted first through a 
flask containing benzene and then into a glass globe provided 
with platinum wire poles, between which electric sparks are 
constantly passing ; the issuing gas is washed by water, which 
dissolves the hydrocyanic acid, and the latter may afterwards 
be shown to be present by the application of the ordinary cha- 
:s to the solution. 



Hydrocyanic acid is also formed ; i. By the action of 
heat on ammonic formate : 

HCO^NH, = HCN + aOHj. 

2. By the action of ammonia on chloroform, the reaction 
being greatly facilitated by the addition of a small quantity 
of an alcoholic solution of potassic hydrate : 

CHCI3 + NH3 = HCN + 3HCI. 

3, By the action of acids on metallic cyanides : 

HCl + KCN = HCN + KCl. 
The anhydrous add is prepared by decomposing argentic 
or mercuric cyanide by dry gaseous hydrochloric acid, 
or hydric sulphide. It is a colourless liquid of scarcely 
acid reaction, which boils at 26'5° and solidifies at —15°. 
Specific gravity 705 at 7°. It is soluble in water and 
alcohol in all proportions ; both the anhydrous and strong 
aqueous acid are inflammable, and possess an odour resem- 
bhng that of bitter almonds. It is a most violent poison, so 
that the greatest caution must be exercised when dealing 

An aqueous solution of the acid is most conveniently ob- 
tained by distilling potassic ferrocyanide with dilute sulphuric 

2K,Fe(CN>g + 3S0jH, » 6HCN + K,Fej(CN)j['] + 3S0,K 

' This product is idenlical with the precipitate wliich is produced on 
adding a ferrous salt fo a solution of potassic ferrocyanide : — 
FeSOi+K,Fe(CN)e = KjSOi + K5Fe3(CN),. 

■ ..t, Google 
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If a concentrated acid berequired, amixtureof lo parts coarsely- 
powdered ferrocyanide, 6 parts ordinarj' sulphuric acid, and 14 
parts of water is employed ; if a weaker acid, 30-40 parts of 
water are added. The mixture is placed in a flask connected 
with a condenser and receiver, the latter being provided with 
a tube to carry any uncondensed vapour away from the operator 
into the open air, or chimney of the laboratory. The flask is 
carelully heated on a sand bath and shaken from time to time, 
otherwise the contents of the flask are liable to bump violently 
and endanger its breaking. 

The pure add is very unstable, decomposing sponta- 
neously with formation of a brown amoiphous product and 
ammonia. The aqueous acid behaves similarly, ammonic 
formate being one of its decomposition-products. The 
presence of a trace of a mineral acid, however, increases 
the stabflity of the aqueous acid in a remarkable manner, 
although if the solution be heated with a mineral add, or an 
alkali, it is rapidly decomposed according to the equation r 
HCN + aOH^ -i- HCl = HCO^H -j- NH4CI ; or 

HCN -V OH2 -I- KHO = HCO2K -I- NH3. 
These reactions, by which the conversion of the (CN)' group 
into the (COjH^CO.OH; group is effected, are of great im- 
portance, as they afford a general method of synthesising acids, 
and of converting acids of lower into acids of higher basicity ; 
for example, ordinary alcohol may be converted into propionic 
acid by the following series of reactions ; 

CsHyOH + HI = QHJ + OHj; 

QH^.I + KCN - CjHj.CN + KI ; 

C,H^.CN + 2OH2 + HCl " C,H,.CO,H + NH,CI 
Similarly, monobasic acetic is transformed into dibasic malonic 

CH3.CO2H + Clj - CH,C1.C0,H + HCl; 

CH5CI.CO3H + KCN = CH,(CN).C05H + KCl; 

Chlotacelie acid. Cyanadelid acid. 

V 2NH3. 
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Hydrocyanic add unites directly with hydrocliloric, 

hydrobromic, and hydriodic acids, forming white, crystalline, 

easily decomposable compounds: HCN + HCl = CH^NCl 

Metallic cycmides are formed by the action of the metallic 

ojides and hydrates on hydrocyanic acid : 

HCN -)- KHO = KCN + OHj. 
zHCN 4- HgO = Hg(CN)2 + OHa- 
Potassic cyanide is also formed on passing nitrogen over 
a mixture of potassic carbonate and carbon heated to red- 

K2CO3 + 4C + 2N = zKCN + 3CO. 
It is often found in the iron blast-furnaces, formed in 
virtue of this reaction from the potassic salts present in the 
materials smelted, and the carbon and nitrogen in the fuel. 

Detection and Estimation of Hydrocyanic Acid.— The solution 
suspected to contain hydrocyanic acid is rendered alkaline by 
potassic hydrate, small quantities of ferrous sulphate and ferric 
chloride solutions are then added, and finally, sufficient hydro- 
chloric acid to redissolve the precipitated ferrous and ferric 
hydrates. If a dark blue precipitate remain, or if the solution 
be of a green colour and deposit a blue precipitate on standing, 
it is evidence of the presence of hydrocyanic acid or a cyanide in 
the solution tested. The explanation of this test is as follows : 
supposing the solution to have contained free hydrocyanic acid, 
on the addition of potassic hydrate this becomes potassic 
cyanide, which reacts on the ferrous salt subsequently added 
to form potassic ferrocyanide : 

FeSOj + 6KCN - K,Fe(CNX + K^SO^. 
The blue precipitate is produced by the action of the ferric salt 
on the ferrocyanide ; 

3K^Fe(CN)g + JFCjClg = 2Fe53Fe(CN)3 + 12KCI, 
and the hydrochloric acid is added to dissolve the ferrous and 
ferric hydrates precipitated by the excess of potassic hydrate. 

The quantitative determination of hydrocyanic acid depends 
on the fact that potassic and argentic cyanides unite to form a 
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soluble double cyanide, KCN,AgCN : the hydrocyanic acid is 
therefore first converted into potassic cyanide by the addition 
of potassic hydrate, a solution of argentic nitrate of known 
strength is then dropped in, until the precipitate which first 
forms no longer disappears ori shaking ; at this point the whole 
of the cyanide is converted into the double salt, consequently, 
the amount of silver solution added being known, it is easy to 
calculate the amotsnt of hydrocyanic acid present from ihe 

J^NOj + aKCN = AgCNKCN + KNO3, 
which tells us that every 170 parts of argentic nitrate correspcnd 
to 130 parts of potassic cyanide, or 54 parts of hydrocyanic acid. 
Double Cyanides. — A large number of metallic cyanides 
combine with each other to form so-called double cyanides: 
Most of these when acted upon by mineral acids evolve 
hydrocyanic acid and produce the corresponding salts of 
both metals, thus : 

KCN,AgCN + 2HCI = zHCN + AgCl + KCl. 

The double cyanides of iron, cobalt, and chromium, 

however, behave ditFerently : when treated with acids no 

hydrocyanic acid is evolved, and only one of the metals is 

replaced by hydrogen, thus : 

K4re(CN)6 + 4HCI = HjFeCCN)^ + 4KCI. 

Polassic terrocyanide. Hydroferrocyank add. 

Hydroferrocyanic acid thus prepared is a white crystalline 
powder which rapidly becomes blue on exposure to the 
air. It is a strong acid, decomposing carbonates and ace- 
tates readily. 

Pure cyanides of iron have never yet been obtained, so 
great is the tendency on the part of iron to form double 
cyanides. Even metallic iron is dissolved by potassic 
cyanide : if the air have access, the reaction takes place 
as represented by the equation : 

6KCN + Fe -t- OH^ -^ O = K^Fe{CN)s + 2KOH; 
tut if oxygen be carefully excluded, hydrogen is evolved : 
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6KCN + Fe + 2OH2 = K4Fe{CN)5 + 2KOH + H^. 

Potassic ferrocvaiiide, K,Fe(CN)5, is prepared on the 
large scale by fusing diy refuse animal matter, such as horn 
parings, leather scrap?, &.C, with crude potassic carbonate 
and iron filings or turnmf,s in large iron \esselb The 
cooled mass is subsequently exhausted w th hot water the 
solution is evaporated to < rystalliaation, and the crude salt 
thus obtained purified by recr^stilhsation A number of 
reactions occur during this process m the first place, po 
tassic cyanide is formed bj the union of the potassium of 
the potassic carbonate with the nitrogen and cirbon of the 
animal matters ; on subsequent treatment ot the fused mass 
with water, the potissu. cyanide is dissohed, but imme 
diately reacts on the metallic iron and ferrous sulphide' to 
form potassic ferrocyanide. The ferrous sulphide is derived 
partly from the sulphur in the animal matter, and partly 
from the potassic sulphate present in the crude carbonate. 

The pure salt crystallises in large, pale yellow tetragonal 
pyramids of the composition K4Fe(CN)g + 3OH2 ; it is 
readily soluble in water, and is not poisonous. 

Potassic ferrocyanide (yellow prussiate of potash) is 
largely employed in the manufacture of prussian blue for 
dyeing purposes; this is formed by mixing solutions of 
potassic ferrocyanide and ferric chloride, and is, in fact, 
ferric ferrocyanide ; 

sFezCi,; + 3K4Fe(CN)s = 2re2.3Fe(CN)6 + 12KC]. 

At a red heat potassic ferrocyanide is decomposed into 
potassic cyanide, nitri^en, and so-called carbide of iron. 

Potassic Ferricyanide. — By the action of oxidising agents 
on potassic ferrocyanide, this salt loses a portion of its 
potassium and is converted into potassic ferricyanide. 
The latter is usually prepared by the action of chlorine 
either on the dry salt, or on an aqueous solution, the con- 

■ FeS-t-6KCN=Ki,S+.K,Fe(CN),. 
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version of the ferrocyanide being complete when on the 
addition of ferric chloride a bhie precipitate is no longer 
produced : 

2K,Fe(CN)s + Z\ = 2KC1 + K6Fe2(CN)ia. 

Potassic ferricyanide (red pnissiate of potash) forms large 
ruby-red prismatic crystals, readily soluble in water. In 
the presence of compounds capable of undergoing oxidation 
(i.e. of giving up hydrogen, or of taking up oxygen), and 
in alkaline solution, it acts as a powerful oxidising agent, 
being reconverted into ferrocyanide : 

Ksre2(CN)i2 + 2KHO = O + OH2 -|-2K4Fe(CN)g. 

Soluble ferricyanides yield a dark blue precipitate' of 
ferrous ferricyanide (TurnbuU's blue) with ferrous salts ; a 
brown coloration with ferric salts. 

Cyanogen, CjNj = (CN)^. — Cyanogen cannot be formed, 
except perhaps in very minute quantities, by direct union of 
its elements. The combination of carbon and nitrogen to 
form cyanogen would, it is ascertained, be attended by the 
absorption of a large amount of heat. 

It may be obtained : 

1. By the decomposition of the cyanides of mercury, 
silver, and gold by heat :— Hg(CN)2 = C^N^ + Hg. 

A cert^n quantity of a brown amorphous substance (so- 
called paracyanogen), having the same composition as cyanogen, 
and which is doubtless a polymeric modification, is always pro- 
duced simultaneously. This paracyanogen is completely con- 
verted into gaseous cyanogen by heating to 860°. 

2. By the dry distillation of oxamide, Q.f)^l^'U.^^, or 
amnionic oxalate, C204(NH4)2 : 

C202(NH,)8 = zOHb -f. CsN;. 
Cyanogen is a colouriess, extremely poisonous gas, pos- 
sessing a characteristic odour resembling that of bitter 

' KaFe2(CN)i^ + 3FeSOi = 3K2S04 + (FcJFea(CM)i2. 
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almonds. It is readily condensed by the application of 
pressure, or cold, to a mobile liquid, which solidifies a few 
degrees below — 30° to a crystalline solid. It burns in oxygen 
or air with a violet flame. 

la its chemical behaviour cyanogen exhibits the closest 
relations to the monad elements chlorine, bromme, and 
iodine, enteringinto combination with, and replacing, monad 
elements, and forming denvatues which m many re'ipects 
closely resemble those yielded by these elements under 
similar conditions. For example, the action of cvanogen 
on a solution of potassic hydrate, which yields a mixture of 
potassic cyanide and cyanate : 

CaNa + 3KHO = KCN + KCNO + OHa 
is the precise analogue of that which occurs when chlorine 
acts upon potassic hydrate : 

Clj + 3KHO = KCl + KCIO + OHj. 

It was the discovery of this peculiar property of this 
body which first gave rise to the assumption of compound 
organic radicles,' or groups of elements capable of being 
transferred unaltered from compound to compound : the 
molecule of cyanogen being assumed to contain twice the 
monad compound radicle {C"N"')', just as the molecules of 
hydrogen, of chlorine, &c., are assumed to be constituted as 
represented by the forraulie H,, Cl^. 

Both aqueous and alcoholic solutions of cyanogen decom- 
pose spontaneously, depositing a brown powder (azulmic 
acid). The main product of decomposition in aqueous solu- 
tion is ammonic oxalate : 

CaNa -1- 4OH2 = Ca04(NH,);. 

' An element is regarded as a simple radicle, and in the same way 
that wespealt of monad, dyad, or triad elements so we speak of monad, 
dyad, or triad compound radicles, meaning thereby that these are 
eqiuvalent in combining or replacing power to one, two, or three unit- 
weights of hydrogen. 
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At the same time, however, small quantities &f ammonic 
carbonate, hydrocyanic acid, and urea are produced, thus : 
C^Na + OHj = HCN + CNOH, 

Cyanogen Hydrocyanic Cyanic acid, 

but the cyanic acid in presence of water is at once converted 
partly into hydric ammonic carbonate, partly into urea, 
C0(NH2), 

CNOH + 20Ha = NH4HC03. 
2CNOH + OH2 = CO{NHs)j + COj. 

The presence of aldehyde, or of hydrochloric acid, in the 
aqueous solution has a remarkable effect in retarding the 
assimilation of water; in this case, oxamide is produced in 
place of ammonic oxalate : 

CsNa + 2OH2 = C20a{NHj)2. 

Cyanogen is similarly, although more rapidly converted 
into oxalic acid by digestion with a solution of potassic 
hydrate, or of a mineral acid. 

Chlorides of Cyanogen. — By the action of chlorine on 
hydrocyanic acid, or on metallic cyanides, the hydrogen ©r 
meta! is replaced by chlorine, and a chloride of cyanogen, 
is produced, thus : 

HCN + Cl2 = HCl + CICN; 
Hg{CN)2 + 2CI2 = HgCij + 2CICN. 

Three such compounds have been described : one is 
gaseous ; the second is a liquid boiling at 13-6'' ; the third 
is a crystalline solid boiling at 190°. It is probable, how- 
ever, that the gaseous chloride is simply the vapoiu- of the 
liquid chloride. 

Liquid cyanogen chloride (CNCl) is obtained by passing 
chlorine into a solution of i part of hydrocyanic acid in 5 
parts of water cooled by a mixture of ice and salt until the 
liquid assumes a green colour ; it separates as an oily layer 
at the bottom of the liquid mass. 
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Solid cyanogen chloride (C3N3CI3), which is polymeric 
with the liquid chloride, is prepared by passing chlorine into 
a well-cooled solution of i part hydrocyanic acid in 4 parts 
anhydrous ether, and separates in the crystalline form after 
some time. 

Similarly, two bromides of cyanogen of the composition 
represented by the formulse CNBr and CaNjBrj respectively, 
and a crystalline iodide, CNI, are known. 

Hydrates of Cyanogen. — Tliese may be regarded as de- 
rived from the above chlorides by the replacement of 
chlorine by hydroxyl (OH), The following are known : — 

Cyafiic acid, CNOH ; Cyanuric add, C3N3O3H3 ; and 
Cyamdide, «(CNOH), a compoimd of the same percentage 
composition as these, the unit-weight of which is yet un- 
known. 

The compound intermediate between the first and second 
of the above, Dicyanic acid, CjNaOaHa, does not appear 
to have been obtained in a pure state. 

These bodies are chiefly interesting on account of the 
remarkable manner in which they pass from one condi- 
tion to the other ; thus if acetic acid be added to a cyanate 
in insufficient quantity to decompose it entirely, it is con- 
verted into cyanurate ; cyanuric acid is converted by heat 
into cyanic acid, which changes spontaneously into cyame- 
lide ; cyamelide is converted by heat Into cyanic acid, and 
by the action of alkalies into cyanuric add. Another of 
the most interesting changes occurring in this series is the 
spontaneous conversion of ammonic cyanate, CN0(NH4), 
into urect, QOi^YL^^, the amide of carbonic acid. 

Cyanic Add, CNOH. — The sole method of preparation 
is by distillation of dry cyanuric acid. Cyanates are readily 
obtained by the direct oxidation of cyanides : thus pot^sic 
cyanide is converted into potassic cyanate, by fusion with 
manganic peroxide, or plumbic oxide : 

CNK -V PbO = CNOK + Pb. 
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The formation of potassic cyanate by the action of cyano- 
gen on a solution of potassic hydrate has been previously 
described. 

Cyanic add cannot be prepared by the double decom- 
position of cyanates by acids, since it is rapidly converted 
in presence of water into ammonic carbona d 

Pure cyanic acid is a colourless, strongly ac d 1 q 1 f 
extremely pungent odour ; at 0° C, it changes sp !y 

in an hour into white crystalline cyanielide. 

Cyanm-ic Add, C3NJO3H3, is obtained by th ti of 
heat, or of chlorine, on urea ; also by double d mp 
of solid cyanogen chloride by water. It is only pi t ly 
converted into ammonic carbonate after lo d 

boiling with water. It yields solid cyanogen did 1 
submitted to the action of phosphorus pentachloride ; 
CsNjOjHa + 3PCI5 = CjNaCia + 3POCI3 + 3HCI. 

Sulpkocyanic Add, CNSH,— The most important salt of 
this add, potassic sulphocyanate, is readily formed by 
heating a mixture of potassic cyanide and sulphur in equiva- 
lent proportions for some time to fusion. Potassic sulpho- 
cyanate crystallises in long white, highly deliquescent pris- 
matic needles. Sulphocyanic acid, like cyanic acid, is ex- 
tremely unstable, and is readily converted in presence or 
water into carbonic oxysulphide (p. 59) and ammonia; 
CNSH -f- OH^ = COS -I- NH3. 

Cyanamide, CNIHaN), is obtained by the action of 
gaseous chloride of cyanogen on ammonia. It is a white 
crystalline body, which melts at 40°. If an aqueous solu- 
tion of it be left to itself for some time, it deposits a spar- 
ingly soluble crystalline substance, which is probably dicy- 
anamide, CaN,!!^. When heated to 150°, cyanamide solidi- 
fies with considerable evolution of heat, and is converted 
into cyanuramide or melamine, CgNeHg. By the aaion 
of strong acids (sulphuric acid) cyanuramide is finally con- 
verted into cyanuric acid, but a series of intermediate 
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products are obt^ned, each derived from the preceding by 
tlie addition of OH^ and elimination of NH3 :— 

CaNeHe + OH^ - NH3 = C3N5H5O. 
2C3N6H3O + OH2 - NH3 = CeNsHsOg. 

AmmeJipe. Ammelide. 

CgNgHgOj + OH2 - NH3 = 2C3N4H,02. 
Animelide. Mclanurenic acid 

CsN4H402 + OHj - NH3 = CaNsHgOj. 



CHAPTER V. 

HYDROCARBONS. 
CnHjn+j, OK MARSH GAS SERIES. 

The name ' paraffin ' ' has long been applied to a, mixture of 
the solid hydrocarbons of this series, and many of the 
liquid members are known commercially as 'paraffin oils' ; 
hence it has been proposed by Mr. Watts to employ it as 
a generic term indicatmg the chemical indifference which, 
indeed, is especially characteristic of the entire group now 
under consideration, 

A lai^e number of these paraffins are known; they con- 
stitute, in tact, a complete Jiomologous series, each term of 
which, from CH„ the first member, upwards differs from the 
term next below in the series by CHs. The first three mem- 
bers of the series are gaseous ; those following are liquid, but 
become more and more viscid and less volatile as the series 
is ascended ; whilst the highest terms are crystalline solids. 
There is also a gradual increase in specific gravity from 
term to term. These gradual alterations in physical pro- 
perties are attended by slight alterations in chemical 

' Fioia Jiarum, affuiis. 
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behaviour, although the members exhibit the same general 
beliaviour throughout the entire series. 

The following are the names and formulae of the first ten 
members of the series : — 



Methane . 


. CH, Hexane . 


■ CsHh 


Ethane . 


CsHe Heptane. 


■ C;H,6 


Propane . 


. CgHs Octane . 


■ CgHis 


Tetrane . 


. QHio Nonane . 


. CgHao 


Pentane . 


. C,,H,2 Decane . 


. CjuHa 


The whole s 


eries may be built up by progr 


ssive conden 



+ Zn =Znl3 + p4;» = CaHs. 



sation, with simultaneous elimination of hydrogen, from the 
first term, Methane, CH4 ; thus : 

This condensation may be effected either directly by the 
agency of heat, or indirectly by the so-called method of 
addition, which consists, so to speak, in setting free, by 
appropriate means, two hydrocarbon residues of two mono- 
substitution-derivatives of CpHgo + 2 hydrocarbons in pre- 
sence of each other, when they combine, thus : 
CHa _ 
CH3 " 

The first of these methods is not generally available, inas- 
much as the CnHjn^a hydrocarbons themselves lose hydro- 
gen under the influence of heat. Various modifications of 
the second are therefore employed for their preparation. 

GENERAL METHODS OF PREPARATION. 

I. From the C„Hjn+|.OH series of alcohols. These 
are converted by the action of the haloid acids, or haloid 
phosphorus compounds, into the corresponding mono- 
chlorinated, monobrominated, or moniodated paraffin, which 
is then submitted to the action of nascent hydrogen : 

C„H2„^,.0H + HCl = C„H5„^,C1 4- OH,; 

CbH,„^,C1 -1- Hs = C„H5,^a -h HCl. 
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This is probably the only really general metnod of pre- 
paration ; those following all cease to be available at certain 
stages in the series. 

z. By the action of water on the zinc organo-metallic 
compounds of the general formula Zn(CnHa + i>a : 

Zn(C„H2„ ^ 1)2 + 2OH2 = 2n(0H)2 + aC^H^.^ ^. 5. 

A modification of this method, whereby the previous pre- 
paration of the zinc oi^ano-metallic compound in the pure 
state is avoided, consists in heating a mixture of the mon- 
iodo- derivative of the paraffin required with zinc and 
\vater: 
aC^Hja+iI-i-aZn + aOHa = Znl^ + Zn(0H)2 + aC^Hj^+a- 

3. By heating tire moniodo- derivatives of the paraffins 
with zinc : 

2C„H5„ .nl + Zn = Znla + Ca„Hj„ ^ j. 
The paraflin thus formed is resolved partly, however, into 
the paraffin containing half as much carbon and the define' 
corresponding to it ; 

CsnH.n ^ 2 = C„H2„ ^ ^ + C^Hj^. 

4. By the action of sodium on the moniodo-derivatives of 
.the paraffins : 

zC„H5„ ^ ,1 + Naa = zNal + C^^^^ ^ 5, 

5. By the electrolysis of the acids of the C^^^ ^. j.COaH 
(or acetic) series : 

2C„H2„ti-COsH = Ca^H^^ + a + 2CO2 + H,. 

6. By the dry distillation of a mixture of sodic hydrate 
with the sodic salt of an acid of the C„H5„^.i.C02H (or 
acetic), or of the CnH2n(C02H)a (or succinic) series : 

C„H2„^.i.C02Na + NaOH = NajCOg -f- C^H^nts- 
C„H2„(C02Na)2 + zNaOH = aNaaCOj + C^i^^i- 

are termed generic:illy 



by Google 



Names given to Paraffins. 73 

It is usual to regard the CnHja + a series of hydrocarbons 
as derived from the first term, methane, by the substitution 
of so-called radicles of the C„H2n+, series for hydrogen. 
For example, ethane is regarded as formed from methane 
by the replacement of H in the latter by methyl (CH3) ; 
and the reaction whereby ethane is formed on treating 
iodomettiane (methylic iodide) with sodium, viz. : 2CH3I + 
Naa = aNal + C^He, may evidently be thus interpreted. 
On this view the names metkylmethane and dimethyl are 
often applied to ethane, and have reference to the mode of 
formation indicated by the above equation. But these radicles 
of the C„H2„+, series, which are simply residues of C^H^nta 
hydrocarbons, have no existence in the free state ; in point of 
fact they are convenient fictions, which nevertheless render us 
great service in our system of symbolic notation. They are 
generally designated by names ending in yl, formed from 
the names of the hydrocarbons to which they corresoood by 
changing the terminal ane into yl. 

Methane and its homologues are also often regarded as 
compounds of C„H2„+i radicles with hydrogen, i.e. as hy- 
drides of these radicles ■ thus methane is termed methylic 
h\d lie ^'Caa.VK: dhvhc hy indt SlC Th s method of nomen 
clat re ho vever ippears to suggest that a 1 o t on of tlie 
hydrogen 1 1 methane his a different \ alue or functio 1 to 
thit of the remammg hydrogen now although this is not 
absolutely disproved by experiment there is the strongest 
reason to believe that it is not the case and t therefore 
appears unadnsable to regard tle^c hydiocirbans is 
hydrides of hypothetical radicles The names dimethjl 
and methyl nethane again ippeir to siggest that ethane 
aauaily coiUni tie radicle meth)l or that m fict 
when the ttto meth)l grouis lileratcd from CHgl by the 
action of Naj coalesce to form CaHg these groups still 
preserve their individuality in the new compound If so 
we should expect by the action of chlorine, for example, 
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on CaHg, to obtain aCHjCl ; this, however, is not the case, 
but chlorinated derivatives of CaHg, such as CgHjCl, &c, 
are always produced. Again, the hydrocarbon CgHe, ob- 
tained by the action of sodium on a mixture of iodo- 
m ethane and iode thane : 

CaHjI + CH3I + Na^ = 2NaI + CgHs, 

does not yield a mixture of CgHjCl and CHgCl when acted 
upon by chlorine, but such derivatives as CaHjCi and 
CgHgClj. Other reagents act similarly, and do not resolve 
the hydrocarbons into products bearing any simple relation 
to those from which they were originally built up. 

We are thus led to conclude that these hydrocarbons 
are, so to speak, perfectly homogeneous compounds ; that 
the so-called radicles from which they may conveniently be 
regarded as formed have on coalescing lost their individu- 
ality ; in fact, that they have no real existence in the new 
compounds. From these considerations the name ethane 
appears therefore the most appropriate for the hydrocarbon 
obtained from iodomethane by the action of sodium ; such 
names as methylm ethane or dimethyl may still be usefully 
employed, in order to recall the operation whereby the 
compound is produced, altliough not as in any way ex- 
pressing the actual constitution. Employed in this sense, 
such a system of symbolic nomenclature is of the greatest 
service, especially in the higher terms of the series, as a 
means of recalling the methods of formation of the com- 
pounds represented, and also of distinguishing between the 
numerous isomerldes. 

No isomeric modifications of the first three members of 
the series — methane, CH^ ; ethane, C^Hg; or propane, 
CgHg — have been obtained, but two modifications of the 
fourth member, tetrane, C^^t^, are known, and each higher 
term of the series, so fax as at present investigated, has been 
found capable of existmg in a still greater number of 
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isomeric forms, the number of isomerides increasing more 
and more rapidly as the series is ascended. 

Now according to the above view, which leads us to regard 
ethane as the mono-methyl- derivative of methane, no 
isomeric modifications of ethane are possible if the four 
miits of hydrogen in methane are of cxacfly equal value, 
and, as a matter of fact, none have been obtained. 

The next higher homologue, propane, C^Hg, may be 
regarded as formed from methane by the substitution of 
hydrogen by ethyl, CaHs, the hypothetical radicle derived 
from ethane by the withdrawal of one unit-weight of hydro- 
gen, and maybe written CHj.CaHs or CH3.CHa.CH3, since 
CaHj equals CHs.CHj - H = CHg.CHs- Propane is there- 
fore ethylmethane, or, which is the same, methylethane, 
No other arrangement of the symbols being possible than 
that which obtains m the formula CH3.CH2.CH3, there 
sho Id be only one propane according to this theory, which 
IS really the case By replacing hydrogen in propane by 
methyl the ne\t higher homologue, methylpropane or 
tetrane C4H11, is produced ; but it will be evident that the 
formula of this hjdrocarbon maybe written in two ways 1 
either H m one of the end CH3 groups may be supposed 
to te replaced by CH3 as represented by the formula 
CH1.CH5.CHs.CH3, or the CH3 group may replace H in the 
centre CHa group, whence the formula CH3.CH(CH3).CH3; 
and as a matter of fact two isomeric hydrocarbons of the 
composirion C,H,o are known. Similarly three isomeric 
pentanes, C5H12, have been prepared, and we find that the 
formula of this hydrocarbon may on the above theory be 
written in three ways, viz. : 

1. CH3.CHj.CH2.CH2.CH3. 

2. CHa.CH2.CH(CH3).CH3. 
3- C{CH3),. 

All other modes of arrangement appear on inspection to 
be identical with one or other of these. 
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Similarly it may be shown that the formula of Hexaae,' 
CgH|4, may be written in four, that of Heptane,* in six, dif- 
ferent ivays; and since three Hexanes and three Heptanes 
.only are known, we anticipate that a fourth modification of 
the former and three modificitions of the latter remain to be 
discovered. 

The operations whereby h m n 1 ydrocarbons are 

produced are diiferent, bene 1 n n ; and they are 

accordingly symbolised by d £f n 1 tnicted rational 

formulfe. It is in this sen h hat the formulse 

must be interpreted ; they are not to be legarded as repre- 
sentations of the actual constitution of the hydrocarbons. 

The known paraffins may be classified in four series, ac- 
cording to tlieir modes of formation and chemical behaviour. 
Those arranged in vertical columns in the accompanying 
table are homologous, those on the same horizontal line are 
isomeric. 

The members of the first series are termed norm^ primary 
paraffins : they alone can be directly converted into normal 
primary monohydric alcohols. The boiling-point (and spe- 
cific gmvity in the liquid state) of each normal paraffin is, 
as a rule, higher than that of either of the corresponding iso- 
meric hydrocarbons, and it is especially noteworthy that the 
normal paraffin is the term of greatest stability in each iso- 
meric series ; it may be noticed also, that in their deve- 
loped rational formulee no one unit of carbon is represented 

' I. CHa.CH„.CH,.CH,.CHj.CH3 

2. CH3.CH(CH3).CH5.CHj.CHs 

3. CHa.CH(CH,).CH(CH3).CH3 

4. CH3.C(CH3)a.CHi.CHs (iinknoivn) 

= 1. CHs.CH,.CH5.CH,.CHs.CHj.CH3 

2. CH3.CH(CH3).CH;.CH,.CH,.CH3 

3. CH,.CH(CH3t.CH,.CH(CHa).CHs (unknown) 

4. CH3.C(CH3)g.CHj.CHa.CH3 (unknown) 

5. CH3.C(CH8)a.CH(CH3).CH3 (.unknown) 

6. CH,.CH3.C(CH3)3.CH„.CH3 
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Boiling-points of Homologotts Paraffins. 77 

as directly united with more than two other units of 
carbon, or, to use symbohc language, ' the carbon atoms 
are united in a single chain.' It will be seen that the differ- 
ence, at first 37°, between the boiling-point of the homologous 
terms in this series decreases regularly by about 4° ; there is 
reason to believe that after octane the difference becomes a 
constant one of 19°, since the boiling-points oi dodecane a:aA. 
hexdecane, the only two members of the series after octane 
with which we are well acquainted, are in agreement with 
this assumption. Doubtless similar relations obtain between 
the boiling-points of the homologues in the second, third, 
and fourth series. Thus in the second division, each addi- 
tion of CHa to the formula corresponds to a rise of about 
31" in boiling-point ; in the third, liiere is a mean difference 
of about 25° ; whilst in the fourth, the difference would 
seem to be much greater, viz., about 38°. Our knowledge 
of the paraffins of these three series is, however, extremely 
deficient, and probably but few of the boiling-points quoted 
are exact, since the observations have been made by various 
chemists using different instruments, and often very small 
quantities of substance. 

The normal paraffins are contained in petroleum oil and 
in the paraffin oils obtained by distilling coal, Boghead 
cannel, &c. They have also been obtained synthetically 
by the above-mentioned general methods of preparation : 
especially by the first general method from the normal 
primary and norma! secondary monohydric alcohols, and 
by the fourth method by the action of sodium on a pure 
iodide, or mixture of two iodides (moniodoparaffins) derived 
from the normal primary monohydric alcohols of the 
C„Ha„ ^ i.OH series.' 

' Having regard to the formation of nonnal paraffins from both 
normal primary and normal secondary nionohydric alcohols, it is a re- 
markable feet that the nonnal paraffins (pentane, hexane, and heptane, 
and probably their homoli^es also) yield a mixture of two isomeric 
TOonochlorinated derivatives when acted upon by chlorine, one of 
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Some at least of the paraffins of the second series are 
present in petroleum oil, but our chief knowledge of this 
group has been derived from the study of the various mem- 
bers obtained by synthetic methods. 

In the preparation of the members of the third and fourth 
series, synthetic methods alone have been employed. 

In each homologous series a diminution in stabilitj- is 
observed as the boiling-point rises; the higher hydrocarbons 
exhibit, especially in their mono-haloid derivatives and 
corresponding alcohols, a gradually increasing tendency to 
split up into the corresponding olefine (CnHj^) and hydrogen, 
haloid acid, or water. In each isomeric series, however, the 
alteration in stability is in the contrary directicMi : the iso- 
meride of lower boiling-point being far more readily decom 
posed than that of higher boiling-point, and this behaviour 
is equally characteristic of the derivatives. 

As already stated, it appears that in each isomeric (hori- 

ont 1) ' tl nom al paraffin possesses relatively the 

h gh p fi gra y nd boiling-point. Now Berthelot 

h p d 1 he case of compounds of identical 

po b f d fferent specific gravity and boiling 

p n h Ived in the format f h m 

p d f h gh h m the formation of tl mp u d o^ 

1 w p fi gr y nd boiling-point. Tl n m 

b f 6 m of methylic form h h b 1 

d 5 h a specific gravity of 977 5 00 

f h Id; whereas on combustion of the 

q y f d, which has the same composition, 

b h p fi y 063 at 15°, and which boils at 117°, 

ly , h are set free, showing that consider- 

ably less heat must be evolved in. the formation of methylic 
formate than in the formation of the metameric body, acetic 
acid. 
Hence, although the necessary data for the calculation of 

which is convertible into the corresponding normal primary, the other 
into the aonnal secondaiy monohydric alctdiol. 
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the amount of heat evolved in the formation, or on combus- 
tion, of the isomeric paraffins have not yet been obtained, 
there is on this account reason to beheve that more heat is 
evolved in the formation of the primary paraffin than in the 
formation of either of the isomerides. This conclusion is 
strongly supported by the difference in chemical behaviour 
which the isomeric paraffins exhibit, inasmuch as it at once 
suffices to explain the superior stability of the normal paraf- 
fins and their derivatives. 

The paraffins are for the most part an extremely inert 
series of bodies ; they are not acted upon by sulphuric acid, 
nor by cold concentrated nitric acid, but are oxidised by 
prolonged boiling with the latter acid. Other oxidising 
agents have also little or no action on the paraffins in the 
pold ; on heating they slowly determine their conversion 
for the greater part into carbonic anhydride and water, 
whilst at the same time relatively small quantities of acids 
of the C„H5„ + i(COaH) and C^^^^CO^)^ series are pro- 
duced. 

Methane (methylic hydride ; marsh-gas ; light carbu- 
retted hydrogen ; fire-damp), CHj. 

Occurre)ice.—\. As a product of the decomposition of 
oiganic substances out of contact with air. 2. In coal 
mines, 3, In volcano gases ; the gas of the mud volcano 
at Bulganak in the Crimea is nearly pure methane. 

Pr^aratton. — i. By passing carbonic disulphide vapour 
and hydric sulphide (or steam) over red-hot copper : 
CSk -I- 2SH2 -f- 4CU = CH4 -I- 4CuS. 
3. By the action of water on zindc methide : 

Zn(CH3)a + aOH^ = 2CH4 + ZnOaH^- 

3. By the action of nascent hydrogen on carbonic tetra- 
chloride {CCI4), chloroform (CHCla), or iodofonn (CHIj) : 
CCl, + 4Hs = CHi -t- 4HCI. 
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4. By heating a mixture of sodic acetate and soda-lime : 

CH^COaNa + NaHO = CH,, + Na^COa- 
The mixture of one part sodic acetate and two parts soda 
lime is carefully heated in a hard glass retort or tube, or copper 
flask, and the evolved gas passed through a solution of sodic 
hydrate and afterwards through concentrated sulphuric acid. 
The gas thus obtained is not pure methane, but contains traces 
of higher hydrocarbons, of acetone, &c.; in fact, pure methane 
is only obtained by method 2. 

5. By the destructive distillation of organic substances such as wood, 
coal, &c., but together with a variety of other hydrocarbons ; hence it 
is a constituent of coal-gas. 

Properties. — Methane is a colourless, odourless, inflam- 
mable, imcondensable gas, sparingly soluble in water, more 
soluble in alcohol ; it burns with a scarcely luminous flame, 
and a mixture of it with oxygen or air explodes violently 
on ignition. A mixture of methane and chlorine explodes 
on exposure to direct sunlight, or on passing an electric 
spark through it— CH^-f-aCla =C + 4HC1; but in diffused 
light the action of chlorine gives rise to the formation of 
mono-, di-, tri-, and tetra-chlorom ethane, CH3CI, CH^Cls, 
CHCla, cell. 

Ethane {ethylic hydride ; dimethyl), CjHg. 

Preparaiion. — i. By the action of water on zincic ethide : 
Zn(CsHj)ii + 2OH2 = aC^Hs + ZnOjHj. 

3, By the electrolysis of acetic acid : 

aCHj.COaH ^ CsHg + aCOj -f H5. 

The hydrogen is evolved at the negative pole, the ethane and 
carbonic anhydride together at the positive pole. The apparatus 
is therefore so arranged that the gaseous products can be col- 
lected separately. The positive pole consists of a platinum plate 
suspended in a cylinder of porous earthenware, the open end 
of which is closed by a cork perforated by the pole wire affixed 
to the platinum plate and by a narrow glass tube ; the porous 
cylinder stands in a glass cell and is surrounded by a sheet Of 
copper, serving as negative pole. The cylinder and glass cell are 



by Google 



Propane— Tetrane. 8i 

filled with a solution of potassic acetate. The zinc terminal of a 
battery of 4 or 6 powerful Bunscn or Grove cells is then con- 
nected with the copper plate, and the carbon or platinum termi- 
nal with the platinum plate. The gas evolved in the porous cell 
is passed through a bulb apparatus containing potassic hydrate 
solution, to remove carbonic anhydride ; afterwards through 
fuming sulphuric acid, to free it from traces of ethylene ; then 
through potassic hydrate solution and concentrated sulphuric 
acid, and is finally collected over mercury. 

Properties. — Ethane is a colourless, inodorous gas, 
scarcely soluble in water, but dissolved by alcohol to tlie 
estent of I'aa of the volume of the latter (at 8-8°). It 
does not liquefy at — iS°, or even under a pressure of 20 
atmospheres. By the action of chlorine in diffused light it 
is converted into chlorinated derivatives, C^HjCl, C5H1CI2, 
&c. Bromine is without action on it even in bright sun- 
light. 

Propane, CgHsg-, may be obtained by the action of 
nascent hydrogen either on a-chloropropane (propylic 
chloride), CHg.CHs.CHaCl, or on /3-chloropropane (isopro- 
pylic chloride), CH3.CHCI.CH3 ; and also by the fourth, 
fifth, and sixth general methods of preparation. 

Tetrane, C4H10. — As already stated, two modifications 
of this paraffin exist, viz. : — ■ 

Normal Tetrane, or Diethyl, CHa.CHj.CHs.CHa.—Pre- 
paration : — By general methods. A remarkable special 
method consists in exposing iodethane (ethylic iodide) over 
mercury to the influence of bright sunlight : 

aCaHgl -!- Hg = C^^^^ -I- Hgl,. 

Normal tetrane boils at 1°. 

Isopropylmetham, or Trimethylmethane, CH3.CH{CH3). 
CH3J is obtained by the action of nascent hydrogen on the 
iodotetrane formed from trimethylcarbinol (tertiary butylic 
alcohol) : 

C(CH3)3l + Hj = CH(CH3)3 ^ HI. 
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The boiling-point of this hydrocarbon is —15°. 

Pentane, C5H12. — The first of the three modiiicatioiis of 
this hydrocarbon, normal pentane, CH3.CH2.CH2.CH2.CHs, 
is obtained from petroleum oil ; the second, isopropyklhane, 
CH3.CH{CH3).CH2.CH3, is prepared by the action of 
nascent hydrogen on /S-iodopientane prepared from fermenta- 
tion amylic alcohol, or by the action of sodium on a mixture 
of iodethane and ;8-iodopropane (isopropyUc iodide) : 
CH3.CH2I + CH3.CHI.CH3 + Na^ = zNal + 
CHa.CH2.CH(CH3).CHj. 

Normal pentane boils at 38° ; isopropylethaue at 30°. 

Titramdftylmeikane, C{CHa)4, the tlurd modification of 
pentane, has been obtained by the action of zincic methide 
on Ehe iodotetrane formed from trimethylcarbinol : 
C(CH3)3l + Zn{CH3)2 = C(CH3}4 + ZnlCHj. 

It is a colourless liquid, which boilb at *f-^ and solidifies 
at —20° to a white crystalline mass. 

By oft-repeated fractional distillation, members of the 
paraffin series up to C15H32 have been isolated from petro- 
leum oil, which doubtless contains terms of a still higher 
order. Mixtures of the Kquid hydrocarbons of the series — 
known in commerce as paraffin oil, photogene, solar oil, &c 
— are extensively used as illuminating agents, and the higher 
terms, which are of an oily or buttery consistency, for lubri- 
cating machuiery ; such mixtures are now largely manufac- 
tured by destrucrive distillation of Boghead and cannel coal, 
lignite, asphalte, S-c 

Paraffin.— tVyi^ vh te sol d substan e k o ti u ider this 
name is probably a m vture of several nembe s of the 
CnH2„ + 2 series, 1 ch 1 e alue of 1 as not been 

satisfactorily dete n ned It s prod ced tof,ether with the 
lower liquid terms of the series by t! e lestn cti e d stillation 
of Boghead or cannel coal, &c The purification of the 
crude distillate is a matter of considerable difticuUy, the fol- 
lowing being an outline of one of the processes employed:— 
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The crude tar resulting from the first distillation is separated 
from the water produced simultaneously, and redistilled ; the 
distillate is then placed in large closed casl-iron vessels, and 
thoroughly agitated with a solution of sodic hydrate, in order 
to remove the acid substances which it contains. After stand- 
ing some time the oil is separated, washed witK water, and 
then treated with concentrated sulphuric acid in the same 
manner, in order to free it from all basic substances, naphthalene, 
&c. ; it is next separated from the acid, washed, first with water, 
then with weak soda-lye, then distilled, and the portion of the 
distillate which becomes solid on cooling collected apart. This 
crude pnoduct is placed in a centrifugal machine, whereby a 
quantity of thick oil is expressed ; then cast into cakes, and sub- 
jected to hydraulic pressure, first in the cold and afterwards at 
35°-40°, in order to remove all hydrocarbons melting below 40°. 
The pressed paraiSn is next heated with a small quantity of 
concentrated sulphuric acid at 150°, whereby the hydrocarbons 
other than paratfins are carbonised, the paratHn remaining un- 
altered ; it is then carefully washed, dissolved in the oils of low 
boiling-point, the hot solution filtered through animal charcoal 
to remove colouring matter, and the volatile oil distilled off. 

Thus prepared, it is colourless and truisluceiit, meltmg 
at 4o"-6o°, according to the source from which it is ob 
tained ; it boils at about 370°. 

It has recently been shown ' thit when such paiifhn is 
heated for some time to a high temperature under pressure, 
it is resolved into a complex mixture of liquid hj dro carbons, 
members of the CnHj„ ^ ^ and CnHj„ senes 

Heated for several days with a mixture of sulphunc acid 
and potassic dichromate solution, it is converted mamlj into 
cerotic add, C57HB4O3, whilst on oxidation with nitnc acid 
it yields a mixture of solid and liqmd fatty acids (icidi of 
the CnHj,^. i.CO^H or acetic series), together with suuinic 
and, perhaps, anchoic acid. 

The minerals known as fossil wax, ozokerit, &c., found in 
the coal measures, contain paraffins of high melting-point. 

' Thorpe and Young, Proceedings of ike Royal Society, vol, xx. p. 488. 
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HALOID DERIVATIVES OF THE PARAFFINS. 

The paraffins are all acted upon by chlorine, and con- 
verted into substitution- derivatives, more especially undel 
the influence of sunlight ; the presence of a small quantity 
of iodine also often facilitates the action of chlorine, 
Bromine, in most cases, acts similarly, though less energe* 
tically. Iodine, so far as is known, has no direct action on 
them. 

In the preparation of the mono -substitution derivatives 
higher substituted products are always formed simul- 
taneously, even when chlorine (or bromine) and the hydro- 
carbon are employed exactly in the proportions required by 
the equation : 

C„Hj,^.2 + Cla = C„H2,^.iCl + HCl. 

Thus, when a mixture of equal volumes of chlorine and 
methane is exposed to diffused light, together with CH3CI, 
more or less CHaClj, CHCI3, and CCl^, according to the 
conditions of experiment, are always obtained ; a certain 
quantity of metiwrne, therefore, necessarily remains unat- 
tached. On this account the pure mono-haloid derivatives 
are most conveniently prepared from the corresponding 
monohydric alcohols by the action of the haloid phosphorus 
compounds, or of the haloid acids, according to such 
general reactions as the following equations express : — 
3C„H,,^i.0H H- PCI3 = 3C,Hi„^iCl -|- PH3O3. 
CnHs„,i.OH -i- HI = C„Ha„^.|I -|- OH^. 

Pure di-derivatives of the paraffins are obtained from 
the CnH^n series of hydrocarbons, which combine directly 
with the halogens, thus : 

C„Hj„ + Br, = C„H2„Br2. 

The compounds so produced are sometimes identical, 
sometimes isomeric with those obtained by the direct action 
of the halogens on the paraffins from which the oleflnes em- 
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ployed are derived : thus, dichlorethane, C2H4CI2, from 
i^thane, is isomeric with the body formed by the direct ad- 
dition of chlorine to ethylene, CjH, ; but dichloropropane, 
CgHgCla, from propane, is identical with the body obtained 
by the direct combination of propylene, C^Hfi, with chlorine. 

The higher haloid derivatives of the paraffins, excepting 
those derived from methane and ethane, have been little 
studied. 

As already stated, two isomeric mono-haloid derivatives 
are formed simultaneously by the action of chlorine on the 
normal primary paraffins (pentane, hexane, and heptane'), 
convertible respectively into a normal primary and a normal 
secondary monohydric alcohol ; the derivative yielding the 
former may be termed the a-derivative, and that yielding 
the latter the /Merivative.^ In the following tables the 
boiling-points and specific gravities in the liquid state of the 
known a- and /3-monochloro-, monobromo-, and raoniodo- 
derivatives of the first eight normal primary paraffins are 
given :— 

Boiling-points. 
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CbH„C1 180 


I7S 


C,H„Br 


'99 


— 


C,Hi,I 


221 


211 



' It appears probaHe that all Ihe homologous nonnal primary 
paraffins from propane inclusive upwards exhibit a similar behaviour. 
The behaviour of their isometides with chlorine has been little studied 
as yet, but it may be expected that in many cases it will be found that 
isomeric derivatives are also formed simultaneously from them. 

^ The action of chlorine on these paraffins is thus complementary to 
that of haloid acids on the isomeric normal primary and secondary 
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Specific Gravities. 
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C5H5CI 
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CH^Br 
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C,H,Br 
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C5H„Br 
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CHJ 
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C.HjI 
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170 at 15 


C,HbI 
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1-63 ,. " 


c!h!j 


1-54 - 


1-46 „ 


CgHi I 


I -41 .. 17 


'■44 .- 



Inspection of these tables shows that the relations be- 
tween the isomeric mono-haloid derivatives of the paraffins 
are of the same nature as those observed to exist between 
the isomeric parafRns. The a-derivative has a higher boU- 
ing-point and in most (probably in all) cases also a higher 
specific gravity than tlie corresponding ^-derivative ; and it 
will be noticed {more especially in the case of the iodo- 
derivalives) that the difference in boiling-point between every 
two successive homologues diminishes steadily as the series 
is ascended. It appears probable ' that when the difference 
has sunk to about 19° it becomes constant 

alcotols, which yield mono-haloid derivatives — isomeric among them- 
selves, but convertible by the action of nascent hydrogen into the same 
normal primary paraffin. 

' Schotlemmer, Memoes of the Manchester PhilasephUal Society, 
1871-2, p. "5- 
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Only two monochloro- (bromo- and iodo-) derivatives of 
propane are known, but a far greater number of mono- 
haloid derivatives of the homologous paraffins are obtain- 
able ; thus, for example, four isomeric moniodotetranes are 
known. In the case of all such isomeric derivatives, how- 
ever, the relations are of precisely the same character as 
above indicated for the o- and /3- derivatives : the com- 
pounds of highest and lowest boiling-point in each isomeric 
aeries possess respectively the highest and lowest specific 
gravity, the boiling-points and specific gravities of the inter- 
mediate compounds being similarly related. But it is a 
most noteworthy circumstance, illustrating clearly the corre- 
lation which undoubtedly exists between the physical and 
chemical properties of compounds, that as the boiling-point 
and specific gravity of the successive terms in the isomeric 
series fall, so does the stability appear to diminish, for 
whereas the members of lowest boiling-point are split up 
with comparative ease (even by a moderate degree of heat 
alone in some cases) into the olefine and haloid acid, thus : 

those of highest boiling-point (the a-derivatives) undergo 
this decomposition iar less readily ; and apparently also in 
reactions of double decomposition the haloid derivatives of 
high boiling-point enter into reaction less readily than their 
isomerides of lower boiling-point : a higher temperature, or 
more prolonged contact between the substances, being 
usually required to effect the chemical change. 

In the following several of the more important haloid deri- 
vatives of the paraffin methane are specially described : — 

Momchloromethane {Methylic Chloride), CH3CI. ■ — This 
compound is the first product of the action of chlorine on 
methane in diffiised light, but it is best prepared by saturat- 
ing well-cooled methylic alcohol (CH3. OH) with hydrochloric 
acid gas ; on gently heating the product chloromethane is 
evolved as a colourless gas. 
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Dukloromethane {Methylene Chloride), CKiCXf — This is the 
first product of the action' of chlorine in sunshine on mono- 
chlorom ethane, It is a colourless liquid of sp. gr. i'36, 
boihng at 4o°-42°. 

Trichloromethane {Chloroform), CHClg. — Though it may be 
obtained by the action of chlorine on methane, chloroform 
.is never prepared on the large scale by that method, but by 
the action of the so-called bleaching powder (chloride of 
lime) on alcohol. 

Preparation. — About 80 lbs. of the strongest chloride of 
hme are introduced, together with about 8 lbs. of slaked lime 
and 7.2 gallons of water, at a temperature of Sd'-go", into a 
wooden cask or laj^e leaden vessel; the whole having been 
thorough])' mbied, 2 lbs. of alcohol are poured in. The heat 
evolved in the reaction is usually sufficient to cause the chloro- 
form to distil over after a short time, but if not, a current of 
steam is passed into the vessel. The precise reaction which 
occurs in this process is not known. 

Chloroform is also obtained by the action of alkalies on 
chloral and several other highly-chlorinated compounds : 
CaHClgO + NaOH = CHCI3 + CHNaOa- 

ChloraL Chlorofonn. Sodig fonnaie. 

It is a colourless, mobile liquid, of peculiarly sweet taste 
and smell; sp, gr. 1-5; boiling-point 62°. It is largely 
employed as an anfesthetic, but is also a very valuable 
solvent. When heated with concentrated nitric acid for 
some rime at 100° it is converted into chloropurin {nitro- 
trichloromethane) C(N02)Cl3 : 

CHCI3 + HN03= C(N0j)Cl3 -1- OHj. 
Chloropicrin is also a constint product of the action of 
bleaching powder on organic mtro-compounds, and is most 
readily obtained by distilhng trmitrophenol with that sub- 
stance and water It is a colourless, mobile, heavy liquid 
(sp. gr. i'65), which boils at 112°. It has a most powerful 
and irritating odour, mere traces of its vapour exciting a 
copious flow of tears. 
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Tfiiodomethane (Iodoform), CHI 3, is a product of the action 
of iodine, in presence of potassic hydrate, on various organic 
substances, such as alcohol, acetone, sugar, &c. It crystal- 
lises in pale yellow six-sided plates, easily soluble in alcohol 
and ether. It is converted into cyanoform (tricyanom ethane) 
by heating with mercuric cyanide ; 

2CHI3 + 3Hg(CN)a = 2CH(CN)3 + sHgl^. 

The cyanoform, however, enters into combination with 
the mercuric iodide, and cannot be separated therefrom 
unchanged without difficulty. 

Tetrachhromethane {Carbonic Tetrachloride), CCI4. — This 
body may be obtained by the action of chlorine in 
sunlight on chloroform, but it is most easily prepared by 
passing a current of dry chlorine into gently-heated carbonic 
disulphide, to which a small quantity of iodine or antimonic 
pentachloride has previously been added : 

CCI4 + 3Cla = SaClj -}- CCI4. 

It is a colourless,. heavy, mobile liquid, much resembling 
chloroform, and, like it, possesses anaesthetic properties ; 
sp. gr. 1-6 ; boiling-point 78°. By the action of nascent 
hydrogen (from sodium amalgam and water), tetrachloro- 
methane may successively be reduced totri-, di-, and mono- 
chlorom ethane, and finally to methane itself. 



NITRO-DERIVATIVES OF THE PARAFFINS. 

These derivatives cannot be obtained by the direct action 
of nitric add on the lower paraffins, but are readily pre- 
pared by the action of their moniodo-derivatives on argen- 
tic nitrite. It is said, however, that the higher terms of the 
series are acted upon by nitric acid, and converted into 
nitro- derivatives, octane, for example, yielding mira-odane, 
CgH,7(N02), but this requires confirmation. 

Nitrometkane,C&.^{)^0^). — Iodomethane(methylic iodide) 
reacts with great violence on argenric nitrite, and is en- 
tirely converted into nitromethane : 

CHal -I- AgNOa = Agl -|- CH3NO2. 
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Nitromethane is also obtained by the action of potassic 
nitrite on monochloracetic acid. In this case, probably, a 
mononitroacetic acid is first formed, but at once decomposed 
into carbonic anhydride and nitromethane : 

CH2CI.CO2H + KNOj = KCI + CH2(NOi,).C02H ; 

CH2(N02).CO;H = COa + CHaNO,. 

Nitromethane is a heavy, oily liquid of peculiar odour, 
which boils at 99° ; the metameric compound, methylic 
nitrite,' boils at —12°. If mixed with an alcohoHc solution 
of sodic hydrate, it is converted into a white crystalline 
sodium-derivative of the formula CHjNaNOa. Chlorine 
has no action on it even in bright sunlight, but if distilled 
with chloride of lime it is converted into chloronitromethane, 
CH2CINO2, a heavy liquid, closely resembling chloropicrin 
in odour. Nitroetkaiie, C3H5NO2, is obtained by the action 
of iodethane (ethylic iodide) on argentic nitrite, but at the 
same time a quantity of the metameric ethylic nitrite (b.p. 
16°) is produced. It is a colourless, highly-refractive liquid, 
insoluble in water, boiling at iii°-ii3°. By the action of 
sodium, or of an alcoholic solution of sodic hydrate, it is 
converted into CaHjNaNOj. 

By the action of nascent hydrogen nitroethane is con- 
verted into amidoethane (ethylamine) : 

CjHbNOj -h 3H2 = CjHsNHa + 2OH2, 
identical with the product of the action of ammonia on 
iodethane : 

C.HsI -F NH3 = HI -t- C2H5NH,. 

Nitro-derivatives of several of the higher paraffins have 
been obtained by similar means. 

CYANO-DERIVATIVES Of THE PARAFFINS. 

When iodethane and potassic cyanide are heated together, 

double decomposition occurs (CjHjI -f- KCN = KI -|- 

G2H5.CN), but the product is a mixture of two liquid sub- 

' Obtained by the action of nitrous acid on methylic alcohol. 
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stances of like composition, possessing totally distinct pro- 
perties, however ; the one of which has a slight alliaceous 
odour and boils at SS^", whilst the other has a most 
intolerable odour and boils at 78°-79''. 

A similar result is obtained when argentic cyanide is 
employed, but the product then consists in the main of the 
compound of Jower boiling-point : in the first place, a double 
compound of argentic cyanide with the cyano-derivative is 
formed, thus ; 

CjHsl + 2AgCN = Agl + CaH.,(CN),AgCN, 
from which the Jatter may be liberated by distillation with a 
strong aqueous solution of potassic cyanide : 
C,H5(CN),AgCN + KCN = QHe-CN -f- KCN.AgCN. 
Also by distilling a dry mixture of potassic cyanide (or ferro- 
cyanide) with potassic ethylic sulphate (potassic sulpho- 
vinate) a mixed product is obtained, but in this case the 
derivative of higher boiling-point constitutes the major 
portion : 

QH5.KSO4 -I- KCN = QH,,.CN + KsSO,. 

Again, it will be remembered that when trichloro methane 
acts upon ammonia in presence of potassic hydrate (p. 60), 
hydrocyanic acid is formed ; if, in place of ammonia, a 
primary amine {i.e. a compound derived from ammonia by 
the replacement of H by a monad radicle) of the 
CnHjn t i-H^N series be taken, a compound is obtained 
bearing to hydrocyanic acid the same relation that the 
amine bears to ammonia. Thus, in the case of ethylamine 
(amidoethane) the following reaction occurs : 

QH^.HjN -t- CHCla-l- 3KH0=C,H,,.CN + 3KCI + sOH^. 
The product of this reaction consists wholly of the cyan- 
ethane of lower boiling-point. 

Finally, the cyanethane of higher boiling-point may be 
obtained in the pure state by disrillation of the acid amide 
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of propionic acid {prop ion amide) with phosphoric anhy- 
dride : 

QH5.C0{NHs) - OH, = CHs.CN, 

All these methods may be generalised, and thus a homo- 
logous series of compounds produced bearing to methane 
and its homologues the same relations that the two cyano- 
derivatives of ethane bear to ethane. The derivatives of 
higher boiling-point are usually termed alcoholic cyanides 
or nitriles : thus, ethylic cyanide is also called propionitriie, 
in allusion to its formation from propionic acid ; those of 
lower boiling-point are known as alcoholic isocyanides or 
carbamines, on account of their relation to the amines. 

The nitriles are ultimately converted on heating with 
water into the acid of the acetic series containing the same 
number of units of carbon and ammonia, thus : 

CJi^ ^ ,.CN + aOHs = C„H^ + i,CO,H -f- NH3. 

An intermediate product may be obtained, however, viz., 
the acid amide containing the same number of units of 
carbon ; 

QHa, ^ ,.CN + OH, = C„Ha, ^ ,.CO(NH,). 

The decomposition is greatly facilitated by the addition 
either of a mineral acid (HCl or HJSO4), or of an alkali. 

The carbamines are converted by the action of water into 
formic acid and an amine containing one unit of carbon less 
than the carbamine : 

C„H^^. ,.NC + aOHs = HCO^H -f- QHa^ + i.H^N. 
This reaction takes place slowly when pure water, or an 
alkaline solution, is employed, but is very rapidly effected 
in presence of a mineral acid. An intermediate product is 
also obtained from the carbamines, viz., the substituted acid 
amide of formic acid ; 

C„H,„ * i.NC -1- OH, = HCO{C„Ha, * ,.HN). 
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In virtue of these decompositions, the two classes of 
cyanides are represented by the following rational forraulje ; 

Nilriles, Carbamines. 

Hence, according to the definition given on p. 29, the two 
series are metameric' 

The carbamines possess pungent, nauseous odours, and are 
highly poisonous ; they invariably boil at lower temperatures 
than the nitriles, and their chemical activity is also far 
greater : thus, they combine immediately, with great evolu- 
tion of heat, with the haloid acids and the inorganic oxacids ; 
they combine readily with the monio do-derivatives of the 
paraffins ; they react most violently with argentic and 
mercuric oxide, and are converted into cyanates (carbi- 
mides):C„Hs„+i.NCH-HgO = C„H^^i.NCO + Hg. The 
nitriles, on the other hand, apparently are not poisonous, 
and their odours are not unpleasant ; they unite far less 
readdy than the cirbammes with the haloid aads, and not 
at all with the morg'mic oxicids or moniodo-paiaffins ; and 
they are not oxidised on treatment with AgjO or HgO. 
The carbammes undergo ch^nge when heated in closed 
vessels above their boilmg points, but the nature of the 
products has not yet been satisfactonly ascertained, there 
is little doubt, however, that a portion of ihi. carbimine is 
converted into the corresponding nitrile 

CoHjn, OR OLEFINE SERIES OF HYDROCARBONS. 

The same general relations exist among the members 
of this series as among the paraffins. The chemical be- 

' Each of these metameric series, however, includes isomerides ; 
thus, for example, the o-cyanopropane (a-propionitrile) and o-isoqrano- 
propane (o-propylic carbamine) obtained by the agency of o-iodopropane 
(propylic iodide), CaH,I, are isomeric respectively with the ^-cyano- 
propane and fl-isocyanopropane yielded by B-iodupropane (isopropylic 
iodide). 
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haviour of the first member of the series, ethylene, CjH^, 
has alone been studied with any considerable degree of 
thoroughness. The following defines have been obtained : — 



Name 


F„».U 


B.P. j 


Name 


Formula 


B.P- 


Ethylene 


C,H, 


- 1 


Octylene 


C,H,, 


120 




CaH, 




Nonylene 




140 




C4Ha 




Diaraylene 




160 


Isobutylene 


C,H, 


-6 


Ttiamyleae 


C..Hso 


240-250 


Ethylallyl 


C,H,„ 




Cetene 








C,H,p 


35 


Telraroylene 




390-400 


Hexylene 






Cerotene 




? 


Heptylene 


C,Hi* 


96 


Meleiie 


C.<,H,o 


375 (?) 



General Methods of Preparation. — i. By the action of 
potassic hydrate in aqueous or alcoholic solution on the 
mono-haloid derivatives of the paraffins, e.g. : 

C„H2„+ ,1 + KHO = C^Hjn + KI + OH2. 

2. By the abstraction of the elements of water from the 
monohydric alcohols of the CnH2m.i.0H series of alcohols, 
by the action of sulphuric acid, phosphocic anhydride, or 
zincic chloride : 

C„Hj„ ^ i.OH = C„H2„ + OH2. 

3. By the electrolysis of the acids of the C^^J^O^^)^ 
series : 

C,,Hj„{C02H)2 = C^Hj^ 4- sCOj + Ha- 

4. By the action of sodium on a mixture of a moniodo- 
paraffin with a moniodo-olefine ; 

C„H2,,^iI + QHs^iI + Naa = sNal + Cj^H^,,. 

5. By the action of the sodium organo-metallic com- 
pounds of the CnH^n + iNa series on the moniodo-paraifins : 

C„H2„^ iNa + QH,„ ^ ,1 = Nal + C„Ha.^ 2 + C„Ha„. 
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6. By the action of heat on the organic analogues of 

ammonic hydrate, of the general formula N{Ci,H2m, 1)4. OH: 

N(C„Hs„^ iVOH = N(C„Ha„ ^ ,)3 + C^H^, + OH^ ; 

and in many cases of destructive distillation. 

General Reactions. — i. The oleiines unite directly with 
the haloid acids {most readily with hydriocuc acid), forming 
mono-haloid substitution-derivatives of the paraffins, e.g. : 
C,H2,+ HI = C„H2„^iI. 

1. Ail olefines combine directly with chlorine and 
bromine, some with iodine ; and also with iodine and bro- 
mine chlorides, ICl and BrCl, and give rise to the forma- 
tion of di-haloid substitution derivatives of the paraffins, 
e.g.; 

CnHan 4- CI2 = C^Ha^Cla ; C^H^^ 4- Er^ = QHs^Era. 

These di-derivaUves may be converted into mono-haloid 
substitution-derivatives of the olefines by the action of an 
alcoholic solution of potassic hydrate, thus : 

C„H,,Cl2 + KHO = QH^^.iCl + KCl + OH^. 

The mono-substituted olefines so produced combine 
directly with chlorine or bromine to form trichlorinated, 
or tribrominated paraffins, from which dichlorinated, or 
dibrorainated olefines may be obtained by treatment with 
potassic hydrate, e.g. : 

C„H2„_iCl -I- CI2 = QHa^^.a,. 

C„Hs„_iCl3 -I- KHO = C,H2,_,Cl2 4- KCl -|- OH^. 

By repeating these two operations olefines may be pro- 
duced in which the whole of the hydrogen is replaced by 
chlorine or bromine ; these compounds also combine dhectiy 
with chlorine or bromine, forming ' per-substituted ' paraf- 
fins. In this manner, for example, the following series of 
brominated derivatives have been obtained from ethylene ; — 
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Ethylene C^H^ 

Brometliylene C^HsBr 

Dibromethylene CjHaBrj 

Tribromethylene CsHBrj 

Tetrabromethyleiie C^Brj 

Ethylene dibromide (n-Dibrom ethane) . . CiH^'Br^ 

Bromethylene dibromide (u-Tribromelhane) . CjHjBra 

Dibromethylene dibromide (a-Tetrabrome thane) . C3H2Br4 
Tribromethylene dibromide (Pentabrom ethane) . CaHBrj 
Tetrabromethylene dibromide (Hexabromethane) C2Brs 

3. The olefines combine with hypochlorous acid, forming 
mono chlorinated monohydric alcohols, convertible into the 
corresponding alcohols by the action of nascent hydrc^en : 

CHsn + ClOH = QHanClOH 
C^Hs^ClOH + H2 = C„H5„^.i.0H + HCL 

4. The olefines also unite directly with sulphuric acid to 
form ' acid ethereal salts ' ; these are converted, on distilla- 
tion with water, into sulphuric acid and the monohydric 
alcoho! containing the same number of unit-weights of car- 
bon as the olefine : 

C„Hs„ -I- SO4H2 = SO^H.C„Ha„^i 

S04H.C„H,„^i -I- OHa = SO^Ha + QH3„+i.0H. 
The olefines do not combine directly with nascent hydro- 
gen under ordinary conditions to reproduce the correspond- 
ing paraffins, but by heating ethylene iodide (diiodethane) 
with water in hermetically closed tubes for some hours at 
275°, it is partially converted into ethane. The formation 
of ethane is in this case due to the action of the hydrogen 
set free by the decomposition of a portion of the diiode- 
thane, on the remaining portion of the latter, as expressed 
by the following equations : — 

a. CsHjIj + 40H2 = 6Hj -|- zCO^ + I2; 
h. C^HJa -I- Ha = CgHe + Ij. 
ora -t- ^. TCaHjI, + 4OHJ = eCaHg -|- sCOa -1- 713. 
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Ethvlene {Ethetie), Q^^.— Preparation. — i. By the 
action of nascent hydrogen on acetylene : 



C^Ha + Ha = C^H,. 

Acetylene is tlie only hydrocarbon which can be obtained 
by the direct union of its elements ; and since ethylene may 
be readily converted into ordinary alcohol (see 4th general 
reaction), peculiar interest attaches to this mode of formation 
of ethylene, as it is thus possible, by a connected series of 
simple reactions, to build up alcohol from its constituent 
elements, carbon, hydrogen, and oxygen. 

2. Ethylene may be obtained by all of the above general 
methods, but is best prepared by the action of sulphuric 
acid on alcohol at a temperature of about 165° : — 

A mixture of three parts of water and ten parts of concen- 
trated sulphuric acid is heated in a flask to about i6o''-i65° ; 
ordinary alcohol is then slowly dropped in, and the evolved gas 
passed through wash-bottles containing respectively sodic hy- 
drate solution and concentrated sulphuric acid ; in the first it 
is freed from carbonic and sulphurous anhydrides, in the second 
from ether, alcohol, and water vapour carried over mechanically. 

The first reaction in this process consists in the formation 
of hydric ethylic sulphate (sulphovinic acid), as expressed by 
the equation : 

CiHs.OH -I- SOiHa = SO^RCiHs -t- OH, ; 

but at the temperature to which the mixture is heated this 
is a highly imstable compound, and is rapidly resolved into 
ethylene and sulphuric acid : 

SO.H.CHs = %OJA.^ -f- CaH^. 
If the temperature be so adjusted that the amount of 
water distilling over with the gas is about equal to the 
amount of water formed in the reaction, a relatively small 
quantity of acid suffices to convert a very considerable 
quantity of alcohol into ethylene and water. 
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Properties. — Ethylene is a colouiles'. odourless gis, but 
is condensable, uader the combined influence of pressure 
and extreme cold, to -i bquid It is -ilmost insoluble in 
water. It bums with a bright white flime Ethylene is 
decomposed into carbon and methane by pissing through a 
red-hot tube: C2H4 = CH4 + C; at a somewhat lower tem- 
perature, acetylene (CaHj) and hydrogen are the products. 

a.-Dichloreihane{EthyUne Chloride; Dutch Liquid), C2H4CI2. 
Ethylene and chlorine combine directly and with moderate 
rapidity in diffused daylight in the proportion of equal 
volumes. If the mixture be exposed to bright sunlight, 
substitution -derivatives of a-dichlorethane are also produced. 
Ethylene chloride is a colourless liquid of agreeable ethereal 
odour; sp. gr. f2^(i at 12°. It boUs at 84° and is isomeric 
with the /3-dichlorethane obtained by the action of chlorine 
on monochlorethane (ethylic chloride) ; this modification, 
which is commonly known as ethylidene chloride, boils at 
60°; its sp, gr. is I "1 74 at 17°. Both, however, yield the 
same monochlorethylene (vinylic chloride), CaHjCl, on 
treatment with an alcoholic solution of potassic hydrate. 
Monochlorethylene is gaseous at ordinary temperatures, but 
may be condensed to a liquid, which boils at — iS° ; it com- 
bines with chlorine forming a-trichlorethane. 

The mono- and di-derivarive obtained by the action of 
chlorine on ethylene chloride are respectively isomeric 
with the mono- and di-chlorinated derivative of ethylidene 
chloride, but identical penta- and hexa-chlore thanes are 
obtained from ethylene and ethylidene chlorides. The 
following list comprises the known chlorinated derivatives 
of ethane : — 

Monochlorelhanc (EthylLc cbloiide). 
CH3.CH2CI 

B.p. la'S". 

a-Dichlotethane P-Dichlorethane 

(Elhylant chloride). (EthylWene chloride), 

CHaClCHaCl CH3.CHCI2 

E.P. 84°; s.G. 1-256 at 13°. B.P. 57's° ; s.G. i'i74 at 17°. 
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i-Trichlorcihsno ^-Tricliloreihaiic. 

CH,Cl.CIiCl, CH3.CCI3 

B.P. 115°; s.G. 1-422 at 17". B.P. 75°; 5,G. r372 at 0°. 

o-Telrachlorethanc. p-Teirachloretlisoe. 

CHCl^-CHCI^ CH,Cl.CCl3 

E,p.i47°; S.G. 1-614 at 0°. B'I"- 127-5''; ^■Ct' 

Penlachlorelhane. HeKachlorethane. 

CHCI3.CCI3 CCls-CCla 

B.P. 158'. Melts at 226°; B.P. 331°. 

ii-Dihromethane {B^hylene Bromide), CjHjEra.— On pass- 
ing ethylene into liquid bromine it is at once absorbed, with 
considerable evolution of heat. Pure a-dibromethane thus 
prepared is a colourless liquid of ethereal odour, boiling 
at 129°; treatment with an alcoholic solution of potassic 
hydrate converts it into bromethylene, CaH^Br, which is 
gaseous at ordinary temperatures, but is readily condensed by 
a refrigerating mixture of ice and salt to a colourless liquid. 
^-Dibromethane (Ethylidene Bromide'), which boils at iio°- 
I T2°, is obtained by heating monobromethane with bromine, 
or by treatment of aldehyde with phosphorus pentabromide : 

CH3.COH + PBrs = CH3.CHBrj + POBrs- 

Both monochlor- and monobrom- ethylene undergo a re- 
markable spontaneous change when preserved in the liquid 
state, and are converted into white, solid, amorphous poly- 
merides. 

Diiodethane {Eikykne Iodide), C,H,Ij, is obtained on 
passing ethylene into a pasty mixture of iodine with absolute 
alcohol. It is a white crystalline substance. 

Propylene {Propene), CgHg.— A remarkable special 
method of preparation may be here referred to, namely, the 
formation of propylene by passing a mixture of methane and 
carbonic oxide through a red-hot tube : 

2CH, + CO = C3HS + OHa. 

HZ 
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BUTYLENE^ C^Hg, is obtained by the action of potassid 
hydrate on y-iodotetrane from secondary butylic alcohol ; it 
is probably identical with methylallyl, prepared by the 
action of sodium on a mixture of methylic with allylic iodide. 

IsoBUTYLENE, C4Hg, is obtained by dehydration of fer- 
mentation butylic alcohol, or its isomeride triroethylcarbinol ; 
or by the action of an alcoholic solution of potassic hydrate 
on /3- and S-iodotetrane prepared from these alcohols. 

Amylene {Penlene), CjHk,, — This olefine is usually pre- 
pared by heating an aqueous solution of lancic chloride with 
an equal volume of amylic alcohol {from fusel oil) for some 
time at 130° ; the product is distilled off on the water-bath, 
dried over potassic hydrate, and purified by rectificatioji. 

Amylene is a colourless, very mobile liquid, of faint, un- 
pleasant odour, boOing at about 35°. 

DiAMYLENE (Decetie), CmHsf,. — One of the most note- 
worthy circumstances in connection with the higher olefines 
is the facility with which these hydrocarbons undergo poly- 
merisation. Thus if concentrated sulphuric acid be slowly 
added to amylene, the two liquids at first mix perfectly, and 
sufficient heat is evolved to cause ebullition ; after some 
time, ho 1 n re separates into two layers, the upper 

of which Im entirely of diamylene, CioHjo- 

Doul 1 1 1 evolved on the combination of a 
portion h njl ne with sulphuric acid is the active 

cause of th n n of another portion of the amylene 

into di njl h hange, however, is also attended by 

an evolution of heat, by which the polymerisation of a further 
quantity of amylene is induced, and the compound of 
amylene and sulphuric acid first formed again broken up 
into its constituents, so that finally almost the whole of the 
sulphuric acid originally employed is obtained as such, mere 
traces remaining combined with amylene, the latter being 
for the greater part converted into diamylene. 

Triamylene, CijH,o, and tetramylene, CaoHj,,, have also 
been obtained by tlie action of sulphuric acid on amylene. 
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CjHjn-ai OJ^ ACETYLENE SERIES OF HYDROCARBONS. 

The following aie members of this group : — 

Acetylene C^Ha 

Allykne CjH^ 

Crotonylene C,Hfi 

Valerylene CjHg 

Propylacetylene , , , , CjHg 

Diallyl CgHio 

Rutylene CioHia 

Isomeric modifications of several of theae are known. 

Preparaiion.—'Yvio general methods are employed. The 
first of these consists in acting upon a mono-haloid deriva- 
tive of an olefine witli an alcoholic solution of potassic 
hydrate : 

QH;„„,Br -f KHO = C„H2„_a + KBr + OH2. 
The second method of preparation is the electrolysis of 
the acids of the C^^^^4S^Q^)2j or maleic series: 
C„H,„_2(C0,H), = C„H2„_a + aCOg -1- H, 
General Reactions. — The hydrocarbons of the ace j ene 
series all combine directly with the halogens and > eld 1 
bromine, for example, either saturate 1 o po nds of the 
forra CnH2a_2Br4 (tetra-brominated paraffins) or ter 
mediate compounds of the form CnH2„_ Brj (d bo ated 
olefines). They also unite directly in t o p oport ons th 
the haloid acids, to form either mono s bs tuted olefi es 
or di-substituted paraffins, e.g. : 

C„H2„_3 -K HBr = CnHa„_iBr ; 
C„H5„_a + 3HBr = QHa^Brj. 

Especially characteristic of many of the hydrocarbons of 
this series is the formation of metallic substitution-derivatives ; 
thus if acetylene be passed into an ammoniacal solution of 
cuprous chloride, a red-brown precipitate, said to have the 
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composition CjHaCuj + CugO,' is obtained; the corre- 
sponding aigentic compound is produced if an ammoniacal 
solution of argentic nitrate be employed. All the members 
of the series do not yield such products, however ; thus several 
isomeric allylenes are known (see cicraconic acid), one of 
which yields a white crystalline argentic derivative, CgHgAg, 
and corresponding copper and mercury compounds, but the 
others are incapable of furnishing metallic derivatives. These 
derivatives are readily decomposed by hydrochloric acid, 
with re-formation of the hydrocarbon and metallic chloride. 
ACEi-VLENE, CaHs- Preparation.— 1. The direct formation 
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C H (CO H) = C H + CO H^. 

4. By passing a mixture of methane and carbonic oxide 
through a red-hot tube ; CH4 + CO = CsHj, + OH^. 

5. By passing irichloromethane vapour over ignited 
copper : 2CHCI3 + 6Cu = sCu^Cli + C^'H-i- 

6. By passing induction-sparks through methane ; by the 
action of heat on ethylene, or the vapours of alcohol, ether, 
&c, ; by the incomplete combustion of bodies containing 
carbon and hydrogen ; in fact, acetylene is a constant pro- 

' It appears not improbaWe that the true composition of this com- 
pound is represented by the formula zCjfCu)'', + OH5 ; i.e., that it 
may be regarded as acetylene, in which the whole of the hydrogen is 
replaced by copper. 
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duct of tlie decomposition by heat, or incomplete combustion, 
of most organic compounds. 

To punfj the crude acetylene obtained by any of these 
methods it is passed into an ammoniacil solution of cu- 
prous chlonde, whereby the characteristic red precipitate 
of cuprous acetyhde is produced , the liquid containing the 
precipitate is ne\t heated to boihng, m order to decompose 
a oernative which ethylene form? with copper, and the pre- 
cipitate IS then collected on a filter, washed and dried over 
sulphuric icid m vacuo Cuprous acetjhde explodes readily 
by percussion, and also when heated slightly below 100°; 
on boiling It with hydrochloric acid pure acetylene is evolved. 

Acetylene is a colourless, incondensable gas, moderately 
soluble in water ; it possesses a peculiar, unpleasant, highly 
characteristic odour, and bums with a luminous smoky flame. 

By the action of nascent hydrogen on cuprous acetylide 
ethylene is obtained. For tiiis purpose the acetylide is 
mixed with zinc and dilute ammonia solution, and the 
mixture gently warmed. The hydrogen liberated by the 
action of the zinc on the ammonia, acting upon tlie copper 
compound, sets free acetylene, which, it may be supposed, 
at the moment of liberation unites with the nascent hydrogen 
to form ethylene. 

Acetylene unites with bromine to form acetylene di- 
bromide (dibromethylenS), CjHsBrj, and acetylene tetra- 
bromide (tetrabromethane), CaH^Br^. The action of chlorine 
on acetylene is so violent that explosion with separation of 
carbon usually ensues on mixing the gases; by the action 
of antimonic pentachloride, however, the two compounds, 
C3H2Cl2(acetyknedichioride,dichlorethylene),aiidCaH3Cli 
{acetylene tetrachloride, a-tetrachlorethane) are obtained. 

When passed through a red-hot tube, acetylene is partly 
converted into benzene : 3C2H2 = CgHg. At the same time 
a number of higher condensation- products are obtained. 
Similarly, by heating acetylene tetrachloride with water to 
360°, hexachtorobenzenE is formed. In this case probably. 
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the chloride is first resolved into hydrochloric acid and 
dichloracetylene, which at once undergoes condensation : 

CaH^Cl^ = C^CIg + 2HCI ; zZ^QU = CeCle- 
DiALLYL {Sexiine), CgH|o. Preparation. — i. By the action 
of sodium on allylic iodide : 

zCgHjI + Nas t= CfiHio + 2NaI. 

Diallyl is a colourless liquid, boiling at SS°-S9° i it com- 
bines directly with broinine, iodine, nitric peroxide, the 
haloid acids, &c., to form the compounds : 
CsHioEr^ ; CfiHioIi ; C6H,o(NOs)4 ; CeHjaTs ; C^HuCla. 

Intermediate compounds, suchasCgH,,! = CgHio + HI, 
may also be obtained. Diallyl is not known to yield metallic 
derivatives. 

RuTYi-ENE (Decine), CioHu, obtained by the action of an 
alcoholic solurion of potassic hydrate on diamylene bromide, 
CioHjflBra, is a colourless liquid, boiling at about 150°. 

CnHjo _ 1, OR TEKPENE SERIES OF HYDROCARBONS. 

Only two members of this series have been prepared 
synthetically, viz. : 

Quintone or Valylene . . CjHg 
Decone CmHie. 

Valylene is obtained by the action of potassic hydrate on 
valerylene dibromide, CsHgBra. It boils at about 60° ; 
combines directly with bromine, forming a crj-stalline hex- 
bromide, CsHfiBrg ; and yields a precipitate of the com- 
position ifZ^^^QM^, when mixed with an ammoniacal 
solution of cuprous chloride, from which the hydrocarbon 
is again obtained on treatment with hydrochloric acid. 

Decone is similarly prepared from ratylene dibromide, 
CjoHigBra. It boils at isS^-ifio", has a strong odour of 
turpentine, absorbs oxygen on exposure to the air, combines 



by Google 



Terpenes. 105 

directly with hydro cliloric acid, forming the compound 
Ci!oHj3Cl=2C,oH,g + HCl, and is violently acted upon by 
chlorine, bromine, nitric acid, &c. It yields sorae tereph- 
thaJic acid on oxidation, and its discoverers are inclined to 
believe that it is identical with terebene from turpentine oil. 

Terpenes. — Certain volatile oils of the empirical composi- 
tion CsHg, geneiically called terpenes, which exist ready 
formed in plants chiefly of the coniferous and aurantiaceous 
orders, also belong to this series. 

One of the best known members of the group is ordinary 
turpentine oil, which is contained in the wood, bark, leaves, 
and other parts of pines, firs, and other conifer's, but is 
usually extracted b} distillmg the olco resinous juice 
which exudes from the bark of the trees either alone 
or with niter The group is espcLially remarkable on 
account of the very large number of isomeric hydrocarbons 
of the composition CjoHif, whn,h it includes, obtained 
from the essentn.1 oils of \anous plants, scarcely inj t«o of 
which appear, according to present knowledge, to contain 
idenni.al bodies , it is probable, howe\ er, that further m 
vestigition will reduce the number of supposed isomeric 
compounds of this group, and prove manj products, 
hitherto supposed pure, to be but mixtures These 
isomenc terjienes differ genemllj in physical, more es 
pecially m optical properties, but m many c^ses exhibit 
either no recognisable difference, or a \er) slight one only, 
in chemical behaviour These hjdiocarl ons are especully 
characterised by the tendency which they exhibit to undergo 
change and to become converted into isomeric compounds, 
or into resin-like products. 

Terpenes have been obtained from the essential oils of 
lemon, sweet-orange, bergamot, lime, neroli, caraway, camo- 
mile, coriander, juniper, hop, parsley, wintergreen, cloves, 
thyme, valerian, copaiba, cubebs, &c. In many cases these 
oils also contain oxidised bodies, such as are represented 
by the formula C|(,H„0; CioH,eO; C,oHigO; CioH,oO. 
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rh d b 1 1 Ij 1 d to the terpenes, but the 

ur f 1 1 cases, at present unknown. 
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) p d h c odour ; they mix in all 

) p h 1 d d Ive readily in alcohol and 

1 1 p d h they frequently become 

)j;en, and assume the cha- 

have the composition 
C Hie; several polymeric 
C Hgj — such are the oils of 
obtained, A third inter- 
f the form Ci,iiHa4 may 
connection with the ter- 
1 ed to them in properties 
ders — the oils of patchouli 
d a] m m mb f his group— although not 

by mp b rs h C H^^.^ series. 

Th b 1 g p f 1 m Lcmembersof theCi(|H,g 

group range between i6o and 176° ; they are colourless, 
mobile liquids, which are polymerised by the action of 
sulphuric acid, and combine with hydrochloric acid to form 
well-characterised compounds of the formula C,(pHijCl and 
CioHigClj. Those of the C-^^'Rn group boil between 249'' 
and 260° ; they are viscid, and of higher specific gravity and 
less soluble in aqueous alcohol than the preceding, and 
unite with proportionately less hydrochloric acid, forming 
compounds of the formula CisHmCIb. TheCjoHaa hydro- 
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carbons are very viscid, insoluble in aqueous alcohol, boil 
above 300°, and probably do not unite directly with hydro- 
chloric acid. 

The changeability of the terpenes under the influence of 
reagents will be evident from the following description of 
the behaviour of the so-called French and English turpentine 
oils, which are the best studied members of the group. The 
former is obtained from the French or Bordeiux turpentine 
extracted from Finus marttima the latter flora the crude 
turpentine collected in the Southern States ot Amenca from 
Ptnus austialii and Ptnus Tada The French oil consists 
mainly of terebe/tlhene , the Enghsh of austraUrtienthene ; 
which are obtained in the pure state from the commercial 
Oils by neutrahsmg with an alkaline carbonate and then care- 
fully distillmg under reduced pressure Terebenthene boils 
at 161°, and turns the plane of polarisation of a ray of light 
to tht left , austraterebenthene has the same specific gravity 
and boihng point, but rotates the plane of polaJTiation to 
tht right Each of these combines with hydrochlonc acid 
to form simultaneously tii.o isomeric additive compounds of 
the formula C10H17CI, the one Lrystalhne. the other liquid, 
corresponding respectively m their action on polarised light 
to the parent compounds On treitmg these 'h^drochlo- 
ndes' with alkali, a hquid CioHig is reproduced, which 
usually, howe\er, unless special piecaution have been 
taken, is a mixture of isomeric hydrocarbons , but on heat- 
ing the crystalbne hydrochlondes ' with potassic stearate 
two crystalline C|(|H,6 hydrocarbons are obtained — tete 
camphme and austracamphene. These are identical in all 
respects but one, viz,, whereas the fonner is stronglj 
lasvorotatory, the latter is dextrorotatory ; the} combine 
witli hydrochloric acid, and each furnishes as sole product 
a solid hydrochloride, CnjHnCl, which in the cast, of tere 
camphene is dextrorotatory, and, moreover, to an exactly 

' The behaviour of the liquid hydrochlorides has not been so well 
studied.. 
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equal, though opposite extent, to the terebeotliene hydro- 
chloride from which it is derived ; austracainphene hydro- 
chloride is l^vorotatory. From these hydrochlorides, un- 
altered terecamphene and austracamphene respectively 
may be readily separated by appropriate treatment. On 
now heating tere- and austra-camphene hydrochlorides with 
sodic benzoate, one and the same body is obtained from both 
sources, namely, camphene, CioH(6, a crystalline, optically 
inactive hydrocarbon, which forms a crystalline inactive 
hydrochloride, C,oHi7CI. Finally, if camphene be treated 
with concentrated sulphuric acid it is partially converted 
into the isomeric terebene, which is liquid, optically inactive, 
and forms a liquid hydrochloride, CaoHaaCl- Terebene is 
the ultimate product of the action of energetic reagents on 
the ferpenes, and may be easily obtained directly from tur- 
pentine oil by treating it with ^V of its weight of strong 
sulphuric acid. 

The terpenes are also modified by heat alone. Thus on 
exposing terebenthene or austraterebenthene to a tempera- 
ture of 250° for some hours, isomeric products of altered 
boiling-point and diminished action on the polarised ray are 
obtained, together with a polymeric body, CaoHga (colo- 
phene), boiling at about 360°. 

The most remarkable effect, however, is produced by, 
gaseous boric fluoride, BF3. On adding an equal volume 
of this gas to terebenthene, confined in a glass tube over 
mercury, a great rise of temperature is observed, and the 
terebenthene is found, on examination, to be entirely con- 
verted into polymeric, optically inactive modifications, boiling 
above 300°. The explanation of this action is doubtless 
the same as in the case of the conversion of amylene into 
diamylene. The heat evolved by the combination of the 
boric fluoride with a small portion of the terebenthene 
induces the conversion of another portion of die latter into 
polymerides, whereby again heat is evolved, which in tmn 
becomes instrumental in causing the polymerisation of a 
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further quantity, with evolution of heat, until finally the 
transformation of the whole is complete. 

Terebenthene is capable, under certain conditions, of 
combining with water to form the following compounds ; 
CioHsoOa ; CioHigO; C^^^^O ; 

Teipin. Terpentin hydrate, Terpmol, 

A crystalline hydrate ofterpin is also known ; CioH^oOaH- 
OHj. These compounds obviously correspond to the hydro- 
chlorides above mentioned, namely, to 

CioHisCIs; C,oH,jCl; C20H33CI ; 

and may be regarded as derived from them by the substitu- 
tion of chlorine by hydroxy! (OH)', thus : 

CioH,8{OH)2 ; CioHi,(OH) ; C2oH33(OH). 

In fact, tcrpin may be converted by the action of hydro- 
chloric acid, or phosphorus terchloride, into the correspond- 
ing chloride, CnjHigCla, identical with the product obtained 
by the direct action of hydrochloric acid on terebenthene ; 

C,oHi8(OH)g -f- 2HCI = zOHa + CioHisCl^. 
This behaviour renders it probable that the three bodies, 
terpin, terpentin hydrate, and terpinol, belong to the class 
of compounds known as alcohols. 

The action of bromine on terebenthene is excessively 
violent ; a dibromide may be obtained, however, by slowly 
adding the requisite quantity of bromine to the well-cooled 
oil, and also by the action of bromine on terpin : 

CioH^oOa + Brj = 2OH2 + C^^-^^i^. 
On carefully heating the compound so formed w.ith aniline it 
is resolved into hydrobromic acid and cymene : 

CioHifiBra ^ zCgHiN = 2C6HgNBr -f C.oHh. 

Terebenthene dibromide. Aniline. Aniline hydrobromide. Cymene. 

Cymene has also been obtained by the decomposition by 
heat of the dibromides of the terpenes contained in nutmeg. 
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lemon, and orange-ped oils ; and since cymene is the fifth 
member of the C„'B.^^_^ series of hydrocarbons, the relation 
of the terpenes to that series is thns directly established. It 
has recently been observed' that cymene is precontained in 
ordinary turpentme and orange-peel oil (and probably in 
other essential oils containing terpenes) ; obviously great 
interest attaches to this observation from a physiological 
point of view on account of the close relationship of 
cymene and the terpenes. 

Oxidised Oils.~As already remarked, the true nature of 
the relation which these compounds bear to the terpenes 
is at present but little understood, and even the position 
which they hold in the series of carbon compounds has not 
yet been definitively established ; a brief reference to one or 
two of the more important may therefore suffice. . 

The best known representative of the C'loHjeO group 
is ordinary camphor, a crystalline body obtained from Laurus 
camphora, and certain other plants, in which it exists ready 
formed. This camphor is dextrorotatory; a second modi- 
fication which has a precisely equal action, but in the op- 
posite direction, on the polarised ray, is contained in the oil 
of feverfew {Matricaria parthenium) ; an optically inactive 
camphor is present in the essential oils of many labiate 
plants, such as lavender, rosemary, and sage. Camphor, or 
a body isomeric therewith, is said to have been produced in 
small quantity by oxidising terecamphene. 

On distillation of camphor with pentasulphide of phos- 
phorus, cymene is obtained in considerable quantity ; 

SCigHigO -I- P2S5 = 5C10H14 -1- PiOj -I- sSHj. 

It is acted upon by phosphorus pentachloride, thus : 

CioHigO + PCls = CioHisCla -t- POCI3. 

The compound CmHisCla is split up, on distillation, into 

cymene and hydrochloric add. Camphor yields a variety 

' Wright, yournal of the Chemical Society, vol, xi. pp. S49. 6S6. 
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of oxidation products when acted upon by nitric acid, the 
best known of which is a dibasic acid, camphoric acid, 
CioHiflO^. The acid from the dextrorotatory camphor is 
dextrorotatory, that from the Isevorotatory modification is 
Iffivorotatory ; the two acids, when mixed in equal pro- 
portions, yield optically inactive camphoric acid. 

Camphor is scarcely acted upon by chlorine, but combines 
with bromine, forming CjoHigBrjO, which is split up on 
heating into hydrobromic add and monobroraocamphor. 

BonieoL—Ths best-known representative of the CmHisO 
group is bomsol, a crystalhne substance found in cavities 
in the bark of Dryabalonops camphora, a tree grown in 
Borneo and Sumatra. By the action of sodium on a 
solution of ordinary camphor in toluene a borneol is pro- 
duced,' having a more powerful dextrorotatory action than 
the dryabalonops borneol, but on the other hand the latter 
yields ordinary camphor on oxidation by nitric acid. 

Borneol furnishes the compound CioHuCl, when acted 
upon by HCl or PCls, hence it is probably an alcohol, 
camphor being, in all probability, a ketone. 

CnH2n_6, OR BENZENE SERIES OF HYDROCARBONS. 

These hydrocarbons differ greatly in chemical behaviour 
from the series previously considered : whereas the mem- 
bers of the CoHj^, C„H2„_a, and C„H2„_4 series all tend, 
as has been shown, to form additive compounds, and are 
not directly convertible into substitution- derivatives, the 
members of the benzene series comport themselves in 
the majority of cases as saturated hydrocarbons, and 
yield preferably substitution-derivatives, additive compounds 

I The formation of borneol is doubtless due to the action of the 
hydrogen liberated by the conversion of a portion of the camphor into 
sodium camphor, thus : 

aCioHiaO + Naj = 2CioH,sNOa + H^; 
CioH„0 + Ha = C,<,H,sO. 
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being formed from them only under certain peculiar con- 
ditions. They are, moreover, characterised by their extreme 
stability, and by the multitude of well-marked substitution- 
derira-tives to which they give rise. They are often termed 
aromatic hydrocarbons, on account of the aromatic odonr 
which some of their derivatives — benzoic acid, for example — 
possess. The series has been particularly well investigated, 
and is especially interesting to the chemist, owing to the 
numerous instances of isomerism which it affords. 

The hydrocarbons of the benzene series occur, in small 
quantity, in petroleum oil, together with the paraffins; but the 
chief source from which they are obtained is coal-tar oil, one 
of the products of the destructive distillation of coal as 
practised in the manufacture of coal gas. The majority 
have been obtained by synthetic processes. 

Hitherto no member of the group has been obtained from 
the corresponding paraffin by a purely chemical and con- 
nected series of reactions, in the 'iarae manner that defines 
or members of the acetylene sen h b b d 

from the corresponding paraffins, 1 bl t 

present to judge whether a hydr b by mp n 

a member of the Cr,H2„_6 serie 1 p d d w uld 
possess the peculiar properties ch n f th s 

exhibited by the members already kn n 

No hydrocarbon of the series ntan g 1 h n x 
unit-weights of carbon has hithert b d d In 

fact, the first member, henzme, C H th n c 

series what methane is to the par ftm ad n y, 

therefore, conveniently regard th h 1 gu f b n ne 
as derived from it by the subs n f hyd n by 

CnHj„+, groups, just as the highe p rafb ard d s 

formed from methane by the introd f d 1 f he 

C„H2„+| series in place of hydroge Th y f 1 

nomenclature adopted in the series is throughout in ac- 
cordance with this view : thus, toluene, the first homologue 
of benzene, is termed methyl-benzene, because it is obtained 
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\sy the action of sodium on a mixture of bromobenzene with 
iodomethane (methylic iodide) ; 
CfiHjBr + CH3I + Naa = CeHj.CHj + NaBr + Nal. 

The next homologue, xylene, of which several modifications 
exist, is termed ethylbenzene when prepared by the action 
of sodium on bromobenzene and iodethane (ethylic iodide) : 
CeHsBr + CaHgl + Na^ = CaHj.C^Hj + NaBr + Nal ; 

and dimethylbenzene when formed by treating dibromo- 

benzene and iodomethane with sodium ; 

CcHiBra + zCHal + sNa^ = CsH^(CH3)s + aNaBr + aXal. 

As a matter of fact, no isomerides of toluene, the mono- 
methyl-derivativeofbenzene, have been discovered. Similarly, 
only one ethylbenzene is known, but no less than three iso- 
meric modifications of dimethylbenzene have been obtained. 
In the present state of our knowledge, we are therefore 
led to assume that isomerism may exist in this series: — 
I. Between compounds which may be regarded as containing 
the same groups, as in the case of the three isomeric dimethyl- 
benzenes; 2. between compounds containing isomeric modi- 
fications of the same group, as between propyl- and isopropyl- 
benzene ; and 3. between compounds into whose constitution 
different groups may be assumed to enter, as examples of 
which ethylbenzene and dimethylbenzene may be cited. 
Strictly speaking, according to the definition given on page 
29, the compounds included in this third division arc meta- 
meric, and not isomeric. 

Conformably to this view, the nature of the hydrocarbons 
of the series may be inferred in two ways : — i. By preparing 
them synthetically ; 2. by noting their behaviour on oxida- 
tion. 

The following is a list of the known hydrocarbons of the 
C„H2n_6 series, together with their boiling-points : — 
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CoHa 


Benzene .... 


CoHs 


si 


C,H„ 


Methylbenzene (toluene) . 


C6H,(CH3) 


MI 


C,H, 


Ethylbenzene . 


CeH,(C,H,) 

CoH,(CH3l, 
CeH,(CH3)s 


140-142 


C«H, 




CaH5(C„H,)» 
CeEUCH,)^ 


'57 

151 

159-160 


C.oH 


be 


CeH,(CHa)(C3H,)« 
C„H,(CH3)(C,H,)(3 

CeHs(CH3)^ 


I 59-161 
178-179 

176 
178-179 
183-184 

189-191 


CnH: 


be 
D Im 


C«H,(CbH„)P 

CeH,(CH„),(C3H,)B 
CeH3(CH,l(C,H,), 


193 
178 


Ci,H, 




CeH,[CH,)(C5H,i)0 


213 


C,sH, 




CbH3(CH3),(C,Hi,)3 


232-233 



Gene &et F .—The one general method 

of asce d in acting npon a mixture of 

a moniodated paraffin with a brominated derivative of ben- 
zene, or one of the homologous hydrocarbons, with sodium : 
QH,,^ ,1 + C„H5._,Br -f Na^ == C„Ha„_j.C„H2„4. , 

-f Nal -I- NaBr. 

2C„H2„^iI-i-C,H,,_BBr2-f-2Na2 = C„Hs„_8(C„Hs,,i)5 

+ 2NaI + 2NaBr. 
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Thus monobromobenzene and lodomethane yield toluene 
(methylbenzene) , dibromob(.n?ene or bromotolueae, and 
lodomethane neld \jlene (dimethylbenzene) , bromodi 
methjlbenzene and lodomethane jield tnraethylbenzene , 
bromotrimethylbenzene and lodomethane yield tetramethyl 
benzene Penta and he'camtthj Ibtnaenes have not yet 
been sjnthesised If instead of bromoben?ene and lodo 
methane, biomobenzene and lodcthane lodoprop-me, or 
lodotetrant are acted upon by sodium, so c-illed ethjl , 
piopyl , or butylbenzenes are obtiined Similirl} bromo 
toluene, lodethane, and bodium yield ethylmethylbenaene , 
so that 1 great variety of compounds ma) be prepared in 
this way Ihe isobutjl ind isoamjl deriia,tnes included 
in the above table have all been prepared with the aid of 
/3 lodotetrane and /3 lodopentane obtained from fermenta 
tion butjlic and amjlic alcohol respectiiely /3 lodopropane 
cannot be employed in the preparation of /3 (so called iso) 
propyl-derivatives, which are either natural products, or are 
obtained by indirect methods. 

Behaviour on Oxidation. — The first member of the series, 
benzene, is either unaffected by oxidising agents or is entirely 
burnt to carbonic anhydride and water ; under no conditions 
hitherto discovered does it yield oxidation products con- 
taining the same number of unit-weights of carbon as itself. 
It may be directly converted, however, under the influence 
of certain oxidising agents, into benzoic (CeHs.COaH) and 
phthalic (C6H4(C02H)s) adds ; this change occurs when 
benzene is acted upon by a mixture of manganic oxide 
(MnOa) and sulphuric acid : in this case a portion of the 
benzene is undoubtedly oxidised to formic acid (HCO9H) 
and water, and the acids mentioned are formed by the simul- 
taneous oxidation of this formic acid and further portions of 
the benzene, as expressed by the following equations ; 

QHe + HCO^H + O = CeHa.CO.H + OHa- 
CeHfi + aHCOjH + O, = C6Hi(C0jH)i, + aOHa. 
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This is confirmed by the fact that increased quantities of 
benzoic and phthalic acids are obtained by oxidising a 
mixture of formic acid with benzene. 

All the homologous hydrocarbons which are formed from 
benzene by a single operation, i.e., which are formed from it 
by the introduction of a single CoHao+ , group in the place 
of hydrogen, invariably yield the monobasic acid, hmzoicacid, 
on oxidation ; thus : 

C6H,.CH3 +30 = CeHj.CO.H + OHj. 

Mttliylbtnzene. BEiizoic acid, 

"The oxidation of the hydrocarbons which may be regarded 
as di- derivatives of benzene, i.e., which are formed from it 
by the introduction of two CaH3n+ i groups, may occur in 
two stages : in the first, a monobasic acid of the benzoic 
or CgH4(C„Hs„ + ,)C02H series is formed, one of the 
CnH^n^. 1 groups remaining intact,^ the other being oxidised 
to CO^H ; in the second, the remaining CnHsn + i group is 
also simikrly oxidised, and a dibasic acid* of Xha composition 
C6H<(COiH)2 produced. For example : 

CfiH4(CH3), + 30 = C6H4(CH3).C02H + OH^ ; 

DimelhylbenMne. Melhylbenzoic ot Toluic acid. 

C6H4(CHs).COjH + 30 = C6H,{C02H)2 + OH2. 

ToluLc add, Terephlhallc acid. 

' On oxidation of the hydrocarbons derived froni benzene by the in- 
troduction of two or mote dissimilar CnHjn^., groups in place of hydro- 
gen, it appears that the more complex — less stable — group is always 
the first to undergo oxidation; thus C,H,(CH3)C3H„ propylmethyl- 
benzene, yieWs methylbenioic (toluic) acid, CaHjlCHaJCO^H, and not 
propylbenzoicacid, CsH,(CjH,)CO^H. 

' One important exception to the latter part of this rule is to be 
noted. It appears that three isomeric modifications of each hydro- 
carbon of the form CaHifCnH^n+Jj may exist, and that each of these 
yields the corresponding monobasic acid of the CBHj(CnHan+i}CO,H 
series, but of the three isomeric acids thus formed, two only yield the 
corresponding dibasic acid on oxidation, the tliird is completely oxidised 
to water and carbonic aiihydride (see xylene), 
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Similarly, the oxidation of the hydrocarbons which may 
be regarded as tri- derivatives of benzene, all of which appear 
to yield a tribasic acid of the composition C,3H3(COaH)3, 
as their final product, may occur in three stages. For 
example : 

CfiH3{CH3)3 + 30 = CeH3(CH3)s,COi,H + OH,. 

Medlyknc SIcsilyleiik acid. 

C6H3(CH3)g.C03H + 30 = CaH3(CH3)(C02H)2 + OHj. 

MtsLtylenic acid. Mesidic add. 

C«H3(CHs)(C0aH)j + 30 = C6H3(C02H)3 + OH^. 

Me^dic acid. Me^ic acid. 

In short, the characteristic final oxidation product of a 
hydrocarbon of the benzene series of the general formula 
C6H6„^(C^H2„+i)„, however complex the C„H2„4., con- 
stituent, is always an acid of the form C^He^n, (COaH)^. 
Hitherto too little attention has been paid to the products 
formed simultaneously with this acid, but it ippears that in 
the case of the hydrocarbons formed bj the aid of moniodo- 
paraffins derived from primary monohydric ^lcohols,' an 
acid of the acetic series, containing one unit of carbon less 
than the C„Hiin^, constituent, and water are produced, as 
represented by the following general equations 

C6Hj(C„H2„ ^ 1) + 5O = C6H6.CO2H + 
Cn_iH2(„_,)02 + OH;,. 

CsH4{C„Ha,^,)j + loO = CeH^ICOaH)^ + 
2C,_,Hs(„__i)02 + zOHi. 

As a special instance, the oxidation of isoamylbenzene 
may be quoted ; thus : 

CSH5.C5H1, + 50 = CcHj.COaH + C4HgOa + OH^. 

Isoamylbenzene. Beawlc acid. Isobulyric acid. 

' Moniodoparaffins, other than those derived from primary mono- 
hydric alcohols, have hitherto never been successfully employed in the 
preparation of hydrocarbons of the benzene series. 



by Google 



ii8 Organic Chemistry. 

Bjhaviour with Reagents. — Formation of Substiiution Deri- 
vatives. — Chlorine acts readily on benzene in presence of 
iodine or antimonic chloride, and gives rise to the following 
derivatives : 
CeHfiCl ; CgH^Cla ; CuHgCla ; CfiH.CU ; CgHCls ; CsOfi. 

Bromine acts similarly, though less energetically. lodo- 
derivatives are only obtained when the action of iodine 
takes place in presence of some substance capable of at 
once withdrawing the hydriodic acid, as it is formed, from the 
sphere of action; such a substance is iodic acid. If the 
hydriodic acid be not withdrawn, it reacts on the iodo-deriva- 
tive first formed and removes the iodine from it, replacing it 
by hydrogen : CeHg + la = CeHjI + HI ; CeHJ + HI = 
CgHg + Ig ; but in presence of iodic acid it is at once 
reduced : HIO3 + 5HI = 3I3 + 3OH2. Mono-, di-, and 
tri-iodobenzene have thus been prepared by heating ben- 
zene in closed tubes with iodine and iodic acid. 

The haloid substitution- derivatives of benzene are charac- 
terised by their extreme stability and chemical indifference: 
thus nascent hydrogen {from sodium amalgam and water) is 
entirely without action on chloro- and bromobenzene, and 
these bodies even remain unaffected when fused with potassic 
hydrate. It is in this respect especially that these derivatives 
differ from the haloid derivatives of the paraffm and other 
intermediate series of hydrocarbons, all of which are acted 
upon by nascent hydrogen, alkalies, &c., with comparative 
readiness. 

The homologues of benzene exhibit a remarkable be- 
haviour with chlorine (and bromine). The first product of 
the action of chlorine on toluene in the cold is chlorotoluene,' 
C7H7CI, a body which, like chlorobenzene, is in no way 
amenable to the action of ordinary reagents ; and by further 
similar treatment with chlorine, di- and trichlorotoluene, &.C., 



' This chlorotoiviene is 



by Google 



Action of Chlorine, 1 19 

are formed, which are equally stable and indifferent com- 
pounds. If, however, chlorine be passed into fo/7;H^ toluene, 
bodies of the same composition, but entirely different proper- 
ties, are obtained : thus the &st of these, benzyiic chloride, 
CjHjCl, is reconverted into toluene by the action of nascent 
hydrogen ; readily exchanges its CI for (CN), (SCN), (SH), 
&c., when acted upon by KCN, KSCN, or KHS ; and is 
readily decomposed by alkalies. The second and third 
products of the composition CjHgClj and CjHsCIg, ob- 
tained under the same conditions, exhibit analogous proper- 
ties. 

In explanation of this remarkable difference in the be- 
haviour of the two series of products, the assumption is made 
that in the case of tlie stable compounds hydrogen in the 
so-called aromatic group is replaced by chlorine, whereas 
those formed by the action of chlorme at a high temperature 
.contain the halogen in the CnHj^+i group, and the two series 
of derivatives of toluene are accordingly formulated as 
follows : 

CeHs.CHj; C5H4CLCHS; QHada.CHj ; CeH.CVCHg. 

Toluene. Chbrotoiuene. Didilorololuene. Tiiehlotololuene. 

CgHj-CHjC!;. CeHB.CHClaj CgHs.CCla. 



Moreover, an intermediate series of bodies can be obtained 
which it is generally assumed contain the chlorine partly in 
the aromatic and partly in the CnHgn+i group. Thus, if 
chlorotoluene be treated with chlorine at its boiling-point, 
or if benzyiic chloride be acted upon by chlorine in the cold, 
a dichlorinated product is obtained, half the chlorine in 
which may be readily removed and replaced, the other half 
cannot. Hence this body is represented by the formula : 
CgH4C1.CHjC1. By the continued action of chlorine on 
this compound, at an elevated temperature, tri- and tetra- 
chlorinated derivatives are produced — C^^-^WZX^ and 
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CgHiCl.CCIa, in which respectively two-thirds and three- 
fourths of the chlorine may be readily removed and replaced. 

So far as our observations go, the higher homologues of 
benzene comport themselves similarly. 

Most remarkable, however, is the fact that if the action of 
chlorine on toluene take place in presence of a small qiian- 
tity of iodine, bodies of the first class only are obtained, no 
matter what the conditions of temperature. 

Concentrated nitric acid converts benzene, with great 
evolution of heat, into nitrobenzene, which is converted by 
prolonged heating with the add, or more readily if a mixture 
of concentrated nitric and sulphuric acids be employed, into 
di nitrobenzene, Ci;H4(NOj)2 : 

CfiHs + HNO3 = OH2 + CfiHe-NOa- 

Similar nitro-derivatlves are obtained from the homologous 
hydrocarbons. A weaker add, however, exercises simply 
an oxidising action : thus diethylbenzene, for example, yields 
ethylbenzoic add when boiled with diluted nitric add. 

By the action of concentrated sulphuric acid on benzene 
and its homologues, these hydrocarbons are converted into 
sulpkonic acids ; e.g. : 

CeHg -I- SO4H2 = OH2 4 CfiHjfSOsH). 

CfiHg + 2SO,H2 = 2OH2 + CgH4(S03H)2. 

The haloid substitution- derivatives of benzene and its 
homologues, excepting those formed from the latter by the 
action of chlorine or bromine on the boiling hydrocarbons, 
are similarly acted upon ; thus ; 

CsHjBr + SO4H2 = OH2 + C6H4Br(SOsH). 

Bromobcnzene, BromobenzeneBulphonic aciJ. 

When heated with a large excess of a concentrated hydrio- 
dic add solution, for some hours, at 27o°-28o°, the aromatic 
hydrocarbons are converted into the corresponding paraf- 
fins (Berthelot). Baeyer finds, however, tliat dry hydriodic 
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acid' has no action on benzene, even at 350°, but that it 
converts toluene into the hydrocarbon C^Hio; xylene into 
CgH^; and mesitylene {trimethylbenzene} into CgHjg. 

Benzene {Benzol; PhenyUc Hydride'^), C^^^.-^Formation. 
— I. By the action of heat on acetylene : 3C2H3 = CeHg. 

z. The higher homologues of benzene and a number of 
other hydrocarbons (naphthalene, anthracene, &c.), yield 
benzene among other products when strongly heated by 
passing through a red-hot tube, either alone ormixed with 
hydrogen. 

3. Pure benzene is obtained by carefully distilling benzoic 
acid with calcic hydrate (slaked lime) at a dull red heat : 

C6H5.CO2H + CaHjOa = CaCOg + OH^ + CbHq. 

4. By passing phenol over strongly heated zinc dust : 

CgHfiO + Zn = ZnO -f CsHe- 

On the large scale beniene is always prepared from the 
portion of coal-tar oil boiling below 100". This is first shaken 
up with diluted sulphuric acid, then with water, and finally 
with soda solution, in order to remove all the substances of 
basic or acid properties it may contain. It is then fractionally 
distilled, and if required perfectly free from homologous ^ hydro- 
carbons and from hydrocarbons of the CoH^n^.,, CnHj„, and 
CoHjo-5 series, with which it is always more or less contami- 
nated and which cannot be separated by mere distillation, it 
is cooled to a low temperature by a refrigerating mixture of 
ice and salt ; the benzene then crystallises out, whilst the other 
hydrocarbons remain liquid, and may for the greater part be 
removed by draining the cryst^, which are afterwards melted 
and again caused to crystallise, and drained. The last traces 
of admixed hydrocarbons are removed by adding bromine uniil 

' The hydrocarbon was enclosed in glass tubes with phosphonic 
io<lide, PH^I, which is split up on heating into PII^ + HI. 
' The hypothetical radicle CaHj, derived from beniene, is termed 

• Commerual beniene always contains large quantities of toluene. 
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a permanent colouration is produced — the benzene being scarcely 
attacked by it, whereas the other hydrocarbons are acted 
upon and converted into brominated derivatives — then washing 
with alkali, drying over solid potassic hydrate, and rectifying, 
when pure benzene boiling constantly at 8i° is obtained 

Benzene is a colourless, limpid, strongly refracting, highly 
inflammable liquid of peculiar odour ; specific gravity '899 
at 0°. It solidifies, on cooling, to a brilliant white mass of 
fern-like tufts, which melt at 5°-5 ; it is scarcely soluble in 
water, but is a solvent of a very large number of bodies. 

Derivatives of Benzetu. — Chlorine is without action on 
benzene in the dark, or in diffused light ; the action of 
chlorine or bromine in bright sunl^ht, however, gives rise to 
the formation of additive compounds of the formula CgHgClo 
(benzene hexachloride) and CgHgBrg (benzene hexabro- 
mide). These are white crystalline substances, which are 
converted into ttichloro- and tribromobenzene respectively, 
by the action of potassic hydrate, thus : 

CfiHeCie + 3KHO = 3KCI + ^OHa + CeHjCV 

By passing chlorine into benzene in which some iodine is 
dissolved and heating gently meanwhile, the following series 
of derivatives are obtained : — 



Monochlorobenzene . 


■ CgHjCl 


Dichlorobenzene 


. CsH4Cla 


Trichloroben zene 


. C6H3CI3 


Tetrachlorobenzene . 


. CbHjCI, 


Pentachlorobenzene . 


. QHClg 


Hexaehlorobenzene 


. CeClg 



326° 226° 

The action of iodine in assisting the formation of chloro- 
benzenes is at once explained by the fact that iodine 
chloride reacts readily on benzene : the first action appears 
to consist in the formation of moniodobenzene — CgHg 4- 
CU = C0H5I + HCl, but in contact with a further portion 
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of iodine chloride, this is converted into chlorobenzene — 
CgHjI + ClI = CeHgCi + I2. The iodine thus set free 
is again converted into chloride by the chlorine, and thus 
acts, as it were, simply as carrier of the chlorine. 

Mono-, di-, and trichlorobenaene also combine directly with 
chlorine in sun%ht ; thus, according to Jtingfleisch, niono- 
chlorobenzene is converted successively into ; 

Monochlorobenzene dichloride . CeHsClj 

„ tetrachloride . CfiH,,Cl5 

„ hexachloride . CgHgCli 

„ octochloride . Q^^QX^. 

These bodies, when treated with an alcoholic solution 
of potassic hydrate, yield dilorobenzenes, which, it is said, 
are isomeric with those obtained by the direct action of 
chlorine on benzene, thus : 

CgHgCla - HCl = CgHjCia hquid. 
C^HsCls - 2HCI = CfiHaCla 60= 

CgHsClj - 3HCI = CsH^CU 35° 

CeHjClg -, 4HCI = CgHCls Ss^C) 

Bromine acts slowly on benzene in the cold, converting 
it into monobromobenzene. The dibromobenzene obtained 
by gently heating monobromobenzene with bromine is a 
mixture of two isomeric substances : the one being crystalline 
and melting at 8g°, the other being liquid at ordinary tem- 
peratures, but solid below 0°. The major portion of the pro- 
duct consists of the solid modification, which is converted 
by nitration into nitrodibromobenzene, CsHjBr2(N02), 
melting at 84°; whilst the liquid modification is converted 
into an isomeric nitrodibromobenzene, melting at 58°. 
A third dibromobenzene has been obtained from dibrom- 
aniline (dibromamidobenzene), CaHaBra (NH^), by re- 
placing the NH9 group by H, by the action of ethylic 

' The existence of this isomeric pentachlorobenKene is disputed, 
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nitrite (see Aniline). This third modification is still liquid 
at — 28°, and furnishes a nitrodibromobenzene melting at 
6o°-6i''. 

MonochloTO- and monobromobenzene also each furnishes 
two isomeric mononitro- and two isomeric dinitro- derivatives 
when acted upon by concentrated nitric acid. 

It is especially noteworthy that in no case have isomeric 
modifications of mono- derivatives of benzene been obtained; 
thus we only know one methylbenzene (toluene), one chloro- 
benzene, one bromobenzene, one nitrobenzene. The greatest 
number of isomeric modifications of di-derivatives of benzene 
which have been obtained is three ; whilst of many of the 
tri-derivatives no less than sis isomeric fonns have been 
prepared. We have httle knowledge of the higher derivatives. 

Benzene unites directly with hypochlorous add : CgHg + 
3CIOH = CeHgClgOa. The additive compound thus 
formed is converted by the action of water (in presence of 
sodic carbonate) into phame: CeHgClsOj + 3OH2 = 
CgHiaOg + 3HCI, a saccharine body of the same com- 
position as grape sugar, but not fermentable. Phenose 
yields /3-iodohexane (/3-hexylic iodide) when submitted to 
the action of hydriodic acid ; 

CeHiaOe + 13HI = CgHial + 6OH2 + 6Ij. 

This transformation of benzene is especially remarkable, 
since it affords the. first instance of the artificial formation of 
a compound of the glucose group. 

Toluene {Mahylbenzme\ C^Hg = CsHs.CHj, may be 
produced by treating a mixture of monobromobenzene and 
iodomethane with sodium, but it is usually obtained by the 
fractional distilJation of that portion of coal-tar oil which 
boils at loo^-iso". It is a mobile colourless liquid, boiling 
at 111°. Toluene yields benzoic add, C6H6.CO2H, and 
water on oxidation. 

In nearly every instance two isomeric derivatives are 
formed simultaneously by the action of various reagents on 
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Mluene. Thus two monobromotoluenes are produced by 
the action of bromine in the cold : one of these is a crystal- 
line solid, and yields parabrotnohetizoic acid, CGH4Br.C02H, 
on oxidation ; the other is liquid and is entirely decomposed 
on oxidation. Similarly, two isomeric monochlorotoluenes are 
formed by the action of chlorine in the cold, and treatment 
of toluene with nitric acid gives rise to two mononitro- 
toluenes: the one being crystalline and convertible into 
paranilrol'enzoic &ci&., CeH4(N02).COaH ; the other liquid 
and entirely decomposed by oxidising agents. Again, two 
isomeric toluene sulphonic acids, readily distinguishable by 
the different crystalline forms, &c, of their potassic salts, are 
formed on dissolving toluene in concentrated sulphuric acid. 

Xylene, C^'R^^.—Ethylbensene, CeHB-CaH.,, prepared by 
the action of sodium on a mixture of monobromobenzene with 
iodethane, boils at 135°; it yields benzoic add, carbonic 
anhydride and water on oxidation. 

Three isomeric modifications of the metameric compound 
dimethylbenzene, C^'B.i{C&i)2, have been obtained, namely, 
Para-, Mela-, and Ortho-xylene. These are probably all pre- 
sent in coal-tar oil. 

Paraxylene is prepared synthetically by the action of 
sodium on a mixture of iodomethane with the crystalline 
modification of monobromotoluene ; it forms white crystals, 
which raelt at 15° and boil at 136° ; it is converted into 
paratoluic acid, C6H4(CH3},C02H, on oxidation, which, on 
further oxidation, yields terephtkalic acid, C6H4(C02H)i. 

Meiaxylene, which appears to be the chief constituent of 
coal-tar oil xylene, is obtained by distilling mesitylenic acid 
mth Jime: C6H3{CH3),.C09H + CaO = C^^.i.Q.'B.^^ -|- 
CaCOg. Metaxylene boils at i37°-r3S°; it yields meiatoluk 
acid on oxidation, which in turn yields isophthalu acid. 

Orthoxylem.—^y the action of sodium on a mixture of 
iodomethane with the monobrominated derivative of either 
para- or metaxylene, the same modification of trimethyl- 
benzene is obtained. By digestion with dilute nitric acid 
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this pseudocume7ie, as it is termed, is converted into a mixture 
of two isomeric acids, known as ccylic and paraxylic acids. 
Xylic acid, C^Vlii^'B.^^.QO^, furnishes metaxylene on 
distiilation with lime, whilst paraxylic acid yields orthoxylene 
when similarly treated. Orthoxylene boils at i4o°-i4i°; 
■on oxidation by dilute nitric acid it yields orthotoluic acid, 
which cannot, however, be oxidised to the corresponding 
phthalic acid. These three isomeric -xylenes differ also 
considerably with respect to their behaviour with bromine, 
concentrated nitric acid, S.c, tumishmg substitution denva 
lives differing in appearance melting point, i^c 

CuMENE, C^Hij. — The modihcation of this hydrocarbon, 
termed mesitykne, which occurs in coal-tar oil, is obtained 
synthetically by a remarkable reaction, by heating acetone 
witii sulphuric acid : aCgHeO = CgHu + 3OH2. 

Coal-tar cumene appears to contain three isomeric tri- 
methylbenzenes, namely : mesitylene, pseudocumencj and a 
third hydrocarbon not yet isolated in the pure state. 
Roman cumin oil, from the seeds of Cumtnum cyminum, 
contains ready formed a cumene which yields benzoic acid 
on oxidation ; it is f:\Xhs! propyl or isopropytbenzene. 

Cymene, CiqH 14. —Excepting a-cymene, the various modi- 
fications of this hydrocarbon are obtained \>y synthetic 
methods. o-Cymene from camphor, &c (p. 109), is either 
propyl- or isopropyl-mdhylbmzme ; it yields acetic and para- 
toluic, respectively ierepkthalic, acid on oxidation. 

DiPROPARGYL, CgHg. — This hydrocarbon, the properties 
of which have only been made known within the last few 
weeks, is isomeric with benzene, but differs from it in 
chemical behaviour to an enormous extent. It is obtained 
by the action of potassic hydrate on diallyltetrabromide (p- 
104): CfiHioBr^ -I- 4KHO = CeHg -i- 4KEr -|- 4OH2. 

Dipropargyi is a mobile liquid boiling at about 85°; it 
combines with bromine with explosive violence to form first 
an oily tetrabromide, CgHfiBr^, which appears capable of 
combining with more bromine to form an octobromide. 
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CgHeBrj ; it produces an amorphous white precipitate, 
CgHjAga + 2OH2, in a solution of argentic nitrate, and a 
greenish-yellow precipitate, C6H4(Cu2) + 2OH3, in an am- 
moniacal solution of cuprous chloride. 

CnHja_g SERIES OF HYDROCARBONS. 

Three hydrocarbons of this series are known : — 

Cinnamene CgHg 

Allylbenzene ..... CgHjo 
Phenylbutylene .... C,oHij. 

Hydrocarbons bearing to benzene and toluene the same 
relation that ethylene bears to ethane are not known. 

Cinnamene, CgHj, is produced on passing (a) the vapour 
of ethylbenzene through a red-hot tube, CeH,o = CgHg -H 
H3 ; (^) a mixture of benzene vapour with ethylene, 
CfiHe + CjH, ^ CgHs + H^; {c) a mixture of benzene 
vapour with acetylene, CgH^ -|- C^Ha = CgHgj and ((^) on 
strongly heating acetylene, 4C|jHj = CgHg. 

2. By treatment of the first product of the action of 
bromine on boiling ethylbenzene by potassic hydrate : 

CgHid + Br^ = CgHgBr + HBr ; 
CgHgBr + KHO = CgHg -H KBr -F OH3. 

3. By distilling cinnamic acid with baric hydrate : 
CgHgO^ -i- BaHaOii = CgHg -H BaCO^ -I- OHj. 

Cinnamene is present ready formed in liquid storax, and 
may be separated by distilling the balsam with water, 
when it passes over with the steam. It is a colourless, 
mobile, strongly refracting liquid, boiling at 145°- Cinna- 
mene combines directly with chlorine and bromine to form 
the additive compounds cinnamene dichloride, CgHgCla, and 
cinnamene dibromide, CgHgEra, the analogues of ethylene- 
dichloride and dibromide. If heated to zoo" in a closed 
tube, it is converted into a white transparent resinoidal sub- 
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stance, mdacitinamene, which liquefies when more strongly 
heated, and is reconverted into liquid cinnamene, of which 
it is undoubtedly a polymeric modification. 

Allylbenzene, C^Hio = C6H5.C3H5.— AU attempts to 
prepare this hydrocarbon by the action of sodium on a 
mixture of bromobenzene with allylic iodide have been 
unsuccessful. It is obtained by the action of nascent hy- 
drogen (sodium amalgam and water) on cinuamic alcohol : 
CjHg-OH + Ha = CgHio + OH,. 

Allylbenzene is a colourless liquid boiling at i65°-i7o°; 
it forms with bromine a crystalline dibromide ; CgHioEra, 

Phenylbutylene : CioH,2. See Naphthalene. 

CnH5„_i[, SERIES OF HYDROCARBONS. 

AcETENYLBENZENE, CgHg, the only known hydrocarbon 
of the series. Is obtained — i. By the action of an alcoholic 
solution of potassic hydrate on cinnamene dibromide : 
CgHsBra +2KHO = C^t + a^Br + aOH^. 

2. By distilling methylphenylketone with phosphoms 
pentachloride and treatment of the resulting compound with 
potassic hydrate : 

CHa-CO.CeHs + PCle = POCI3 + CHg.CCls.CeH,, ; 
CHj.CCls-CeHs + 2KHO = CH-CCrHs + 2KCI + aOH^. 

3. By heating phenylpropiolic acid with water at 120° : 

CsHjOa = CO2 + CgHe- 
Acetenylbenzene is a colourless, strongly refracting liquid, 
of peculiar aromatic odour ; it boils at 139°. It h^ the 
property so characteristic of acetylene and some of its homo- 
logiies, of precipitating metallic solutions : thus it produces 
a yellow precipitate of the composition (CaHj)2Cu2, in an 
ammoniacal solution of cuprous chloride ; and the compound 
CgHnNa is produced with evolution of hydrogen on the 
addition of sodium to an ethereal solution of acetenyl- 
benzene. This sodium derivative unites readily with ear- 
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bonic anhydride to form the sodic salt of phenylpropiohc 
add: CgHsNa + CO^ = CgHsNaOn- On agitating the 
copper derivative suspended in ammonia with oxygen, the 
following reaction occurs : (CgHsjaCUj + O = CieHm + 
CujO. The new hydrocarbon, diaceteiiylbenzene, crystal- 
lises in long white needles, which melt at 97°. 

C„Hj„_,a, C„Hs„_ ,8, AND QH2„_,4 SERIES OF 
HYDKOCARBOKS. 

Naphthalene, CjoHg ; Anthraeene, Q,\^\(, ; and Chrysene^ 
CigHia, which are respectively the representatives of the 
above three series, may be regarded as the successive terms 
of a homologous series, of which benzem, C^Hg, is the first 
member, and in which there is a difference of C4H3 between 
the homologues. In fact, great analogy in chemical be- 
haviour exists between these four bodies, and they also differ 
greatly in chemical behaviour from most other series. Espe- 
cially characteristic of these hydrocarbons is the property of 
forming so-called quinones. These qumones are invariably 
products of oxidation, but whereas in all ordmary cases of 
oxidation the reaction consists in the replacement of H, by 
O, as in the formation of acetic acid from alcohol, for 
example : C^HeO + 20 = Qi^S^j -(- OH,, m the forma- 
tion of the quinones no less than two units of oxygen are 
introduced into the compound for every two units of hydro- 
gen removed, e.g. : 

ChHjo -F 3O = ChHsOs -I- OHj. 

ApUiracene. Anthmqifinone. 

These quinones are neutral bodies ; they are readily con- 
verted by the action of nascent hydrogen into the correspond- 
ing hydroquinones, which are the dioxy- derivatives of the 
hydrocarbons from which the quinones are produced, e.g.: 
CfiH^Oa -1- Ha = CeH4 {OH)j. 

Quinone. Hydroquinone. 

Benzene cannot be dhectly oxidised to the corresponding 
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quinone, but chlorinated quinones may readily be obtained 
directly ; thus chloro chromic anhydride, CrOaClj, a reagent 
which exercises simultaneously an oxidisii^ and a chlori- 
nating action, converts benzene into irichloroquino)u : 
CeHe + 4CrOaCl2 = CeHCljOii + aCr^Oa + 5HCI 

Naphthalene, CioHg, the primary member of the 
C„Hin_i2 series, is one of the principal by-producis in the 
manufacture of coal gas. It is a constant product of the 
decomposition of many hydrocarbons by a red heat, and it 
is also formed when a mixture of benzene, cinnamene, 01 
anthracene vapour with ethylene gas is passed through a red- 
hot tube ; in fact, it is generally produced when organic bodies 
are distilled out of contact with air at very high temperatures. 

The synthesis of naphthalene has recently been effected 
in the following manner : a mixture of benzylic chloride 
with allylic iodide when acted upon by sodium yields the 
hydrocarbon doHu {phmylbutyleiu), thus : 

CjHjCl + CsHjI + Naa =Ci(,H,s + NaCl + Nal. 

This hydrocarbon combines directly with bromine, and the 
resulting dibroraide is resolved into naphthalene, hydrogen, 
and hydrobromic acid on passing its vapour over quicklime 
heated to redness iCioHisBrs = CjoHg + H^ + aHBr. 

Naphthalene crystallises in brilliant white scales ; it melts 
at 79° and boils at 216°. It possesses a peculiar unpleasant 
odour, is insoluble in water, but dissolves readily in alcohol, 
ether, fatty and essential oils, and in acetic acid. 

Naphthalene closely .resembles benzene in chemical be- 
haviour. Bromine converts it, according to the proportions 
used, and to the temperature to which the mixture is heated, 
into one or other of the following compounds ; 
CoHjBrj CioHgEra; CioHeBrj; CjoH^Br^ ; C,eH3Br5. 

By the action of chlorine both substitution -derivatives 
and additive compounds are obtained, namely : 
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By the action of chlorine in presence of antimonic chloride 
it is finally converted into octocbloronaphthalene C,(,Clg. 

Nitric acid converts naphthalene into nitroi apl thalene, 
CioHj.NOj, and by continued treitment into d tri-, and 
finally tetranitronaphthalene, of tl ese latter several isomeric 
modifications are produced simultaneously. 

Treated with chromic anhydride in acetic acid solution, it 
is oxidised to naphthoquinone : 

CioHs + 30 = CicHeO, + OH^. 

On oxidation with potassic dichromate and sulphuric acid, 
it yields dinaphthyl : aCmHg + O = C20H14 + OH.j ; 
and at the same time phthaiic acid is formed : CioHg + 9O 
= CsHgOj 4- aCOa + OH^. 

An isomeride of dinaphthyl, of higher melting-point, is 
obt^ned on passing naphthalene vapour tliiough a tube 
heated to bright redness : aCioHs = CaoHn + H^ ; 
dinaphthyl melts at 154°, isodinaphthyl at 204°. 

Naphthalene dissolves readily in warm concentrated sul- 
phuric add with formation of two isomeric (a and ^) 
naphthalenesulphonk adds : 

C10H3 4 H2SO4 = CioHj-HSOs + OH2. 

Naphthalene combines directly with hypochlorous acid: 
CoHs + 2CIOH = C,oH,Cl2(OH)2; 

the product being acted upon by alkalies thus ; 

C.,oH8Cis(OH)2 + 2KOH = C,oH8(OHji + 2KCI. 
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Only two homologues of naphtlialene are known : methyl- 
naphthahiu, CnHm = CjoHj-CHa, aiid etkyhiaphihalene, 
CiaHia = CioHj.CaHg, obtained respectively by the action 
of sodium on mixtures of bromo naphthalene with iodome- 
thane, or iodeCliane. The former boils at 231°, the latter 
at 2^1" ; both are liquid even at —14° ; they are entirely 
decomposed on oxidation, and do not seem capable of 
furnishing any well-characterised derivatives. 

Anthracene, CuHjq, the primary member of the 
CnHjn.is series of hydrocarbons, has lately attained to 
great importance, owing to its forming the stalling- point for 
the artificial production of altsarin, the colourmg matter 
contdned in madder root {Mubia Unctorum), one of the most 
valuable dyeing materials with which we are acquainted. 

Anthracene is obtained on the lai^e scale from the portion 
of the solid product of the distillation of coal-tar which 
passes over at about 34o''-4oo''. It may be produced arti- 
ficially — 1. By heating benzylic chloride with water to 200°, 
together with the hydrocarbon benzyltoluene, C14H14: 
4CtHjC1 = CuHio -I- ChHh -l- 4HC!. 

2. By the action of heat on various hydrocarbons, or 
mixtures of hydrocarbons : thus benzyltoluene is resolved 
into anthracene and hydrogen when passed through a red- 
hot tube ; and some anthracene is obtained when toluene 
vapour is similarly treated, its production being doubtless 
preceded by that of benzyltoluene. A mixture of benzene 
vapour with ethylene also yields anthracene when passed 
through a red-hot tube. 

3. By heating alizarin with zinc-dust, the necessary hy- 
drogen being probably furnished by the entire decomposition 
of a portion of the alizarin : 

CuHgOj -I- Ha -I- 4Zn = C\^\^ + 4ZnO. 

4. A number of other vegetable products, such as chry- 
sophanic acid — CnHgOi, aloin, frangulic acid — CijHioOs, 
&c, also yield anthracene on distillation with anc-dusL 
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Anthracene forms dazzling white four- or six-sided tables, 
which exhibit a magnificent violet fluorescence ; it melts at 
213" and boils at about 360°. By prolonged exposure to 
sunlight it undergoes a remarkable physical alteration, being 
converted into so-called paranthracene, which melts at 244" 
and differs in many respects from ordinary anthracene, but 
is reconverted into anthracene on fusion. 

Anthracene combines with nascent hydrogen (from sodium' 
amalgam and alcohol), forming anthracene dihydride, and 
if heated with hydriodic acid and phosphorus to 2oo''-22o'', 
it is converted into anthracene hexhydride, Ci4H|g. At a 
red heat the latter is resolved into anthracene and hydrogen. 

The products of the action of bromine on anthracene are 
di-, tri-, and tetrabromanthracene, and dibromanthracene- 
tetrabromide, CuHsBrg, 

Anthracene is readily oxidised to anthraquinone by tne 
action of nitric acid, or of a mixture of potassic dichromate 
with sulphuric acid : C,,H|n + 30 = CnHgO^ 4- OHj. 

Anthraquinone is also obtained by oxidising dichlor- or 
dibromanthracene : Ci4HgCl2 -|- Oj == ChHsO^ + Cla- 

Anthraquinone is readily converted by the action of 
bromine into dibromanthraquinone ; if this body be carefully 
fused with potassic hydrate, the mass assumes a violet colour, 
and then contains the potassium derivative of aUzarin (dioxy- 
anthraquinone) ; thus : 
CnHsBrjOa -|- 2KHO = C,4H602(OK)2 -f- sKBr -|- 20H2. 

On the addition of an acid to the aqueous solution of the 
fused mass, the crude alizarin is thrown down as a yellow 
precipitate, and may be obtained pure by carefully subliming 
the dry precipitate, in the form of beautiful red prisms. 
Ahzarin dissolves readily in alkalies or alkaline carbonates 
forming deep purple-coloured solutions, which are decolor- 
ised by acids, owing to the precipitation of the alizarin. 

A more economical method of preparing alizarin is the fol- 
lowing : — Dichioranthracene, prepared by acting on anthracene 
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wkh chlorine, is gently heated with an excess of concentrated 
sulphuric. acid, whereby it is converted into duhloranthracene~ 
dhulphonic acid: 

C„HaCIj + 2H5SO1 = C^Hea^CHSOJe + zOH,, 

By the action of oxidising agents, or by heating with strong 
sulphuric acid, this acid is readily converted into anthraquinone- 
disulphonic acid: 

CjjHeClsCHSOaJs + Oa = C,^HeO,(HS03), + Z\. 

CiiH^CyHSOJj + H,S04= Ci^HaO^CHSOj), + zHCl + SOj. 

Finally, by heating this add (or one of its salts) with potassic 
hydrate, at a temperature of about 180°, it is resolved into the 
potassium derivative of alizarin and potassic sulphite ; 
CuH80j(HS0,)a + 6KH0 - C„HgOa(OK)3 + 2KJSO3+4OH,. 

By heating anthracene with nitric acid, anthraqtiinone is 
first formed, but is converted, on further heating, hitc dini- 
troanthraquinone. This body has the property of com- 
bining with all the solid hydrocarbons present in coal-tar, 
forming crystalhne compounds, which are readily decom- 
posed by alkalies ; thus it unites with anthracene to form the 
compound C,4H|0,CMH6(NO2)2Oa. 

Coal-tar oil also contains an isomeride of anthracene termed 
phmanihrme, which closely resembles anthracene in appear- 
ance, but melts at 100° and boils at 340°, and is further 
characterised and distinguished from anthracene by its 
behaviour on oxidation, whereby it is first converted into 
the quinone, C^HgO^, isomeric with anthraquinone, which, 
on further oxidation, yields a dibasic acid of the formula 
C,4H,04 {dipkeiiic acid). Anthraquinone cannot be further 
oxidised. On distillation over soda-!ime, heated to redness, 
phenanthraquinone yields diphenyl, CuH,,), thus; 

ChHsO^ + 4NaOH = C^Hia + aNajCOa -f Hj, 

whilst anthraquinone, when similarly treated, yields benzene : 

CnHgOj -1- 4NaOH = aCsHo + aNa^COj. 
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Phenantlirene fonns with bromine a crystaliine dibromide — 
CJiioBra. 

A second isomeride of anthracene has been obtained 
by the following remarkable reaction. It is found that 
on treating an alcoholic solution of anthracene with nitric 
acid, two isomeric mononitroanthracenes are produced; one 
of these is red in colour, and is converted by the action 
of nascent hydrogen into a hydrocarbon of the same com- 
position as anthracene, but perfectly distinct properties, and 
meltmg at 247°.' With bromine it forms a crystalline com- 
pound, CasHisBrs = aCuH.o + aBrj-HBr. 

A fourth hydrocarbon, tvlane, isomeric with anthracene, is 
also known (p. 138). 

The only known homologue of anthracene, dimethyl- 
anthracene, CigHu, has been produced by a reaction 
analogous to that whereby anthracene is obtained from 
benzylic chloride, namely, by heatmg xylyhc chloride (the 
first product of the action of chlorine on boiling xylene) with 
water in closed tubes at 210° ; 

4CgHgCl = CieH,! -|- CieHjg + 4HCI. 

The hydrocarbon' C,eHig is resolved by a red heat into 
hydrogen and dime thy lanthracene. Dimethylanthracene is 
a crystalline substance, closely resembling anthracene. 

Chrysene, C|gHi2, the only known hydrocarbon of the 
CjHjn.ai series, has been isolated from among the solid 
products of the distillation of coal. It crystallises in small 
yellow scales, which melt at 24s°--248'', and is converted on 
oxidation into chrysoquinone, CigH,oOs. 

CoHin-M SERIES OF HYDROCARBONS. 

The following hydrocarbons of this series are known : — 

' The quinone of this hydtocaihon cryst-illises in red needles, which 
melt at 435°, whereas the jsomerii- anthraqu none crjitallses in pale 
yellow needles which melt at 273° Phenanthraqumone c ystallises in 
orange-yellow needles, and melts at about 200° 
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Excepting acenaphthene all these act as saturated com- 
pounds, yielding substitution-derivatives when acted upon by 
bromine, nitric acid, &c., and not forming additive com- 
pounds. 

DiPHENYL, CiaHje — Q^^.C^^,, is produced— i. By 
passing benzene vapour through a red-hot tube >■ aCgHg ^ 
CijHio + Hj. 2. By the action of sodium on monobromo- 
benzene : aCgHgBr + Na^ = aNaBr -f CiaHm. Diphenyl 
crystallises in beautiful white iridescent nacreous scales which 
melt at 70° ; it is converted into benzoic acid on oxidation. 

DiTOLYL, ChHi4 = CH3.C6H,.CgH4.CHj.— The two 
isomeric modifications are obtained by the action of sodium 
on the two isomeric monobromotoluenes (p. 1 25), the a-modi- 
fication being formed from the crystalline bromotoluene. 

DiBENZYL, ChH|j = CgHB-CHa-CH^-CeHj, metameric 
with ditolyl, is prepared by acting upon benzylic chloride 
with sodium. 

DiPHENYLMETHANE {Bmzylbmzeiie)^ CeHs.CH^.CsHj = 
C13H12. — Benzylic chloride has but slight action on benzene 
at temperatures below 100°, but if finely divided zinc or 
copper be added, and the mixture gently heated, reaction 
takes place readily, hydrochloric acid is evolved, and 
diphenylmethane is formed, together with products of higher 
boiling-point not yet examined. The reaction which occurs 
maybe formulated thus: CgHfi + CjH,Cl = HCl -J- C,3H,2. 
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It is difficult to account for the influence exercised by the 
metal, inasmuch as little metallic chloride is formed, the 
greater part of the hydrochloric acid being evolved as such ; 
it appears simply to impart the first impetus to change, since 
if the reaction be once sfarted, the metal may be removed 
by filtration, or otherwise, without affecting the progress of 
the reaction or hindering its completion (Zincke). 

Diphenylm ethane is also obtained by the action of sul- 
phuric acid on a mixture of benzene with benzylic alcohol 
or formic aldehyde : ' 

QHe + C6H5.CH2(OH) = CB.^{C^^)^ + OHj. 
sCflHe + CH2O = CHs(C6H5)a + OH,. 

Thehomologuesofdiphenylffiethane— benzyltoluene,^ben- 
zylethylbenzene, benzylmeta- and paraxylene — are similarly 
produced by the action of benzylic chloride on toluene, 
ethylbenzene, metaxylene and paraxylene in presence of zinc. 

Diphenylmethane is converted on oxidation into the 
ketone, benzophenone : 

CfiHs-CHa-CeHg + O3 = CsHs.CO.CgHs + OHj; 
the homologous benzyltoluene yields methylbenzophenom: 
C6H6.CH2.C5H4.CH3+02=C6H5.CO.C6H4.CHg+OH2, 
which on further oxidation yields henzoylbenzok acid : 
CeH5.C0.C5H4.CH3 + 3O=C6H5.CO.C6H,.CO,H + OH,. 

AcENAPHTF.NE, CijHio- — This hydrocarbon is contained 

' The various melhoiJs of oblainijig diphenylmethane (and its homo- 
logues) afford most striking examples of the fact that a reaction possible 
between two bodies often does not take place until a Ihitd is introduced 
having a tendency to combine with, or be acted upon by, one of the 
products of that reaction. Thus no change occurs when benzene and 
benzylic alcohol are mixed until sulphuric is added, which then induces 
reaction apparently in virtue of the tendency which it has to enter into 
combination with water— a product of Ibe Teaction. 

' The benzyltoluene thus formed is a misture of two isotnerides. 
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in heavy coal-tar oils, and separates from the portion boiling 
between 27o°-30o° in large transparent prisms which melt at 
95°. In chemical behaviour it differs entirely from the other 
members of the series. Thus it unites directly with bromine 
,to form a crystalline hexbromide, CiaHjoEre ; it also com- 
bines with trinitropkenol forming the compound CuHio, 
^6^9(^02)30, which crystallises in orange -yellow needles. 

Acenaphtene is formed on passing naphthalene vapour 
and ethylene gas through a heated porcelain tube : C,oHs 
+ C2H4 = CisHio + Hj. Also by strongly heating ethyl- 
naphthalene, CisHia = C12H10 -)- H5 ; or by the action of 
potassic hydrate on the first product of the action of bromine 
at 180" on ethylnaphthalene : 

CaHis + Brj = CijHnBr + HBr; 

CijHiiBr + KHO = C,sH,o -^ KBr -i- OH2. 

These reactions show that acenaphthene bears somewhat 
the same relation to ethylnaphthalene that cinnamene bears 
to ethylbenzene, or ethylene to ethane. On oxidation it is 
converted into naphthalic acid: CjaHgOi = CioHg(C02H)2, 
which on distillation with lime yields naphthalene : 
CioH6{C02H)2 -I- CaO = CoH^ + CaCOj 

CnHjn.ie SEKIES OF HYDROCARBONS. 

Stilbene or toluyme, ChHu, the only known member of 
the series, is produced on passing the vapour of dibenzyl 
through a red-hot tube, ChH,4 = C14H1J -f Hj. 

Stilbene crystallises in colourless plates which melt above 

100° and boil at 292°. It combines directly with bromine, 

forming stilbene dibromide, C^HuBra, which is converted 

into tolane, C,,Hio, by the action of potassic hydrate : 

CuHijErj + 2KHO = ChHio -F aKBr -|- 2OH5. 

Tolane crystallises in prisms which melt at 60° ; it combines 
with bromine to form a crystalline dibromide, CnHigBra. 
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Stilbene vapour passed through a red-hot tube is partly 
resolved into phenantlirene and hydrogen, 

CnH2n_2s SERIES OF HYDROCARBONS. 

Two hydrocarbons of the composition CigHio, namely 
diacetenylbenzene (p. 129) and pyrene, are known. They 
are chiefly remarkable on account of the very large pro- 
portion of carbon which they contain, viz. 95 per cent, 
Pyrene has been isolated from among the solid hydrocarbons 
contained in coal-tar oil ; it crystallises in colourless plates, 
much resembling antijracene, which melt at 142°. It 
forms a highly characteristic compound with trinitrophenol, 
crystallising in red needles. In chemical behaviour pyrene 
approximates closely to anthracene and chrysene, and is 
converted into pyroquinone, CieHsO^, on oxidation. 

The third hydrocarbon of the series, diphenylbenune, 
^^i,{Q.^^^, is one of the products obtained on passing 
benzene vapour through red-hot tubes. It is a white 
crystalline substance meltmg at 205° ; on oxidation it yields 
Pkmylbmzok acid— -C6H5.C6H4(C02H), which on further 
oxidation is converted into terepfahalic a6A — C6H4(C02H)a. 

The remaining member of the series, triphenylmethane, 
CH(C6H5)j, is formed on heating a mixture of benzylene 
chloride— CHCla-CeHs—with mercury phenyl— Hg{CeHc)2 
— in closed tubes to 150°. It is a white ciystalline body 
melting at gz's". 

C„H3„_3j SERIES. 

Teteaphenylethylene, Q^iQ.^^^, the representative of 
this series, has been obtained by heating the product of the 
action of phosphorus pentachloride on benzophenone — di- 
phenylketone— with finely divided silver ; 

(C6H5)5CO -1- PCls = (CaH,,),CCl, -|- POCI3 ; 
2(C6H5)sCCla + 4Ag = (C«Ha)4C2 -I- 4AgCl. 

It is crystalline and melts at about 220". 
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General Review of the JIydromrbons.~^C3,Ki\i\ considera- 
tion of the properties and general chemical behaviour of the 
members of the various isologous series of hydrocarbons will 
have shown that certain of the series may be grouped together 
as possessing properties in common which mark them as 
derivatives of a single parent series. 

The three series denoted by the general formulfe C„H2„^.2, 
CnHan and Ca^^n-^! forai the first group : the two latter are 
obtained from the former by similar operarions, and the 
amount of chlorine or bromine, or other elements, with which 
they unite directly is equivalent to the amount of hydrogen 
removed in their formation from the paraffins ; in fact, they 
are raised again to compounds of the type of the parent 
series, the paraffins. Thus acetylene, for example, is 
ultimately converted by the action of chlorine into tetra- 
cbloretliane, a substitution- derivative of the paraffin ethane. 
From the mono-haloid substitution-derivatives of these three 
series the halogen may be removed and replaced by an 
equivalent quantity of other elements, or groups of elements 
(so-called compound radicles), with comparative facility by 
double decomposition. Apparently but few, if any, of the 
hydrocarbons of these series are convertible into nitro-6.tnv3.' 
tives by the direct action of nitric add, and they are not 
converted into sulphonic acids by the action of sulphuric acid. 

As to the fourth or CoHsn., series, if regard only be 
had to the first term (Quintone), obtained synthetically, it 
also may be grouped together with the C„H2„^.ii, CnH^n, 
and CnHjn_2 series, since quintone combines readily with 
bromine to form flie substituted paraffin, CsHgBrg. Decone, 
however, and the natural terpenes differ very considerably 
in chemical behaviour, and cannot, moreover, be raised to 
compounds of the paraffin or CnH ^n ^ j type. But it must be 
remembered that our knowledge of the chemical behaviour 
of the CnHjn a>CnH|j„, and CnH^n-a series is almost con- 
fined to the lower terms ; litde is known of the terras con- 
taining 8, 9, lo, and more units of carbon, especially in 
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the case of the two latter series, and the question therefore 
presents itself whether as the series is ascended the proper- 
ties do not become considerably modified, and whether the 
members cf the Q^^a—\ series containing ten or more 
units of carbon, derived directly from the corresponding 
paraffins by the removal of hydrogen by chemical means 
would not differ in behaviour from the lower terms which we 
know, and would not in this respect more closely resemble, 
if they are not actually identical with, the natural terpenes, &c. 

The terpenes, although by composition intermediate 
between the CoHgn _ g and CnHj^ _ j series of hydrocarbons, 
are in some respects more nearly related to the former ; they 
combine with at the most four units of monad elements, 
being two less than might be expected were they derived 
immediately from the C„Hsn_a series, but exactly the pro- 
portion required on the assumption that they are derived 
from the C„H2n_6 series — the members of which combine 
with six units of monad elements — by the addition of two 
units of hydrogen On the other hand, the members of the 
terpene series combme 'vtry readily with bromine, hydro- 
chloric acid, &.C , and m this respect resemble the ethylene 
and acetylene senes, ajid moreover do not yield nitro- 
derivatives or sulphomc luds. The terpenes are especially 
characterised by their extreme alterability and the peculiar 
action which many of them exercise on polarised light. 

The fifth, C^Hjn _ g (benzene or aromatic) series, forms, 
after the paraffins, the second great or parent series of hydro- 
carbons, and with it are associated the CnHjn^g and 
CnHsn^ 10 series, which bear to it somewhat the same relation 
as that which exists between the paraffin and the ethylene 
and acetylene series. TheC„H5„_6 series is particularly 
characterised by the tendency which all its members exhibit, 
although they are by composirion eminently unsaturated 
compounds, preferably to form substitution- derivatives, only 
yielding additive compounds under peculiar conditions, and 
then only combining at the most with such a proportion of 
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monad elements as to become compounds of the C^Han type 
(benzene, for example, combines slowly with bromine under 
the influence of sunlight to form CgH^Brg). It should be 
mentioned, moreover, that from none of the terms excepting 
benzene have additive compounds with other elements than 
hydrogen been obtained. 'I'he formation of nitro-derivatives 
and sulphonic acids ftom the CnH^^ _ g hydrocarbons by the 
direct action of nitric and sulphuric acids respectively is also 
characteristic, and serves to distinguish them from all the 
foregoing series, though not from tliose containing propor- 
tionately less hydrogen. Their haloid derivatives — those 
obtained from toluene and its homologues by the action of 
chlorine or bromine at the boiling-points of the hydrocarbons 
excepted — are highly stable compounds from whidi the 
halogen can only be removed with difficulty ; the splitting 
off of haloid acid by the action of potassic hydrate is never 
observed, and they are even able entirely to withstand the 
operation of fusing with potassic hydrate. 

The discovery of dipropargyl, the isomeride of benzene, 
lends support to the view that a series of hydrocarbons 
isomeric with the aromatic hydrocarbons, but of higher 
energy and consequently more closely allied to the CnHj„ 
and CnHii„_a series in chemical behaviour may exist. 

The hydrocarbons of the CoH2„_8 and CnHa„_|o series 
are so related to those of the C„H5„ _ ,; series that they unite 
with bromine, &c,, to form additive compounds of the 
CnHj^^g type, which appear to be incapable of further 
uniting with bromine, &c., and act as saturated compounds 
yielding substitution-derivatives, &c. These additive com- 
pounds differ, however, from those got from benzene, and 
those got from its homologues by the action of the halogens 
in the cold or in presence of iodine, inasmuch as the halogen 
may be removed from them without any great ditSculty. 

Naphthalene, anthracene, and chrysene may be regarded 
as representatives of the third, fourth, and fifth parent series, 
and doubtless ere long Subsidiary series will be discovered 
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related to these in the same way as are the CnH^n and 
Cn^an^j series to the paraffins and the 'Z^'^a-i ^nd 
C„H2„_,9 series to the benzene series. It wiil have been 
observed that each of these series is more or less character- 
ised by special properties, and it is especially noticeable 
that all the series from the naphthalene series upwards 
combine, if they form additive compounds at all, with much 
less bromine, &c., than will convert ihem into bodies of the 
C„Hj„ ^ 2 type. 

Peculiar to several of these series {naphthalene, anthracene, 
chrysene, pyrene, &c.) is that when oxidised under certain 
conditions they yield quinones, which are bodies formed by 
the removal of two units of hydrogen and its replacement 
by twice the equivalent amount, or two units, of oxygen 

Less interest attaches at the moment to the hydrocarbons 
isologous with the benzene series, simply by reason of the 
fact that, until recently, they have shared the attention of 
chemists to a far less extent. It may be expected, however, 
that in the course of the next few years a rich harvest of 
results will be reaped by their investigation. 



CHAPTER VI 



By virtue of their modes of formation, the alcohols may be 
regarded as a class of bodies derived from the hydrocarbons 
by the substitution of hydrogen in the latter by the monad 
radicle hydroxyl, (OH). They may be termed monohydric, 
dihydric, trikydrk, &c., according to the number of units of 
hydrogen tlius supposed replaced in the parent hydrocarbon. 

CnHsotl-OH. OK ETHYLIC SERIES OF MONOHYDRIC ALCOHOLS. 

The alcohols of this series are derivatives of the paraffins ; 
the foUowmg terms are known ;— 
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Methylic alcohol 

Ethylic „ 

Propylic 

Tetrylic 

Pentylic 

Hexylic alcohol 

Heptylic 

Octylic 

Nonylic 

Cetylic 

C erotic 

Melissic 



butylic alcohol 
amy lie „ 



, CH3.OH 
. CjHs.OH 
. CjH^.OH 
. C^Hj.OH 
. CsHn-OH 
. CflH.j.OH 
. CjH„.OH 
. CgHij.OH 

. CjH.g.OH 
. ClgHgj.OH 

. C„H5,.0H 
. CgoHgi.OH 



The isomeric alcohols of the series, of which a consider- 
able number exist, are divisible into the three groups of 
primary, secotidary, and tertiary alcohols. Each of these 
groups is especially characterised and disiinguislied from the 
others by the behaviour on oxidation ; moreover the boiling 
points of the primary alcohols are always higher than those 
of the corresponding secondary, and the boihng points of 
the latter higher than those of the corresponding tertiary 
alcohols. 

A systematic descriptive nomenclature for these alcohols 
has been proposed by Professor Kolbe, who applies to them 
the generic name of carHiwls. The first term, methylic 
alcohol, is called carUnoI, and the homologous alcohols are 
regarded as derived from it by the replacement of hydrogen 
by monad radicles of the form C„H2m.i; thus ethylic 
alcohol is methylcarbinol—CHg.CHs-OH, propylic alcohol 
is ethylcarbinol — C3H5.CH9OH, &c Those alcohols 
which, by reason of theur modes of formation, may be re- 
garded as derived from carbinol by the substitution of only 
one unit of hydrogen in it, by a monad group of the form 
CnHsn+ii ^'■e termed primary alcohols; if the replacement 
occur twice, a secondary alcohol is produced ; finally, if all 
three units of hydrogen in carbinol are replaced by three 
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NORMAL SECONDARY. 



ISO SECONDARY. 



Dimelhykarbinol 



CH CHs 
I OH 

Ethylmelhylcarl 



/CHa.CHtCHa)^ (C(CH3)3 

CHlCHa CH CHa 

tOH l-OH 

Jtetrvbnethvlcaibinol liotetrylmethylcarbiool 

E.-P..soii30° Pina'olic alcohol (?) 



chJ(C5Hj}« 

(OH) 



Pentylmethyleartjlnol Diprnpyli 



Isopenrylmethylcarbinol 



,CH,.CH,.CH3.CH(CHa)3 
CH CH3 
I OH 



i,Co<.>glc 
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such groups, a tertiary alcohol results. The three classes 
of monohydric alcohols of the ethylic series may thus be 
represented by the following general expressions : 
CH3.OH. 

CailanoL 

CHs(C„H3„+,).OH;CH(C,Ha„+02.OH;C{C,H,„+i)j.OH. 

Primary CarlunoL Secoodaxy CarbinoL Tertiary Carbinol. 



GENERAL METHODS OF FORMATION OP TI 
OF THE QHs^+i.OH SERIES. 

Normal PHmary Alcohols, C(C„H2„ + ,)H2.0H,— i. The 
normal primary paraffins are converted by the action of chlo- 
rine into monochlorinated derivatives ; the monochlorinated 
paraffins thus produced are acted upon by argentic or potassic 
acetate, and the ethereal salts so formed then saponified by 
potassic hydrate, whereby the required alcohols and potassic 
acetate are produced : 
C„H2n + 2 + Cla = CHsn+iCI + HCl; 
CoHan+iCl + AgC^HaOa = C.Ha^+i.CaHjOa + AgCl ; 
C„Hto+,.C2H30a + KHO = C„H3„ + i.OH+ KCaHgOj. 

It is to be remembered, however, that two isomeric mono- 
chlorinated paraffins are usually produced simultaneously 
by the action of chlorine on a normal primary paraffin 
(p. 85). Only one of these — that of higher boiling-point- 
yields a normal primary alcohol ; that of lower boiiing-point 
yields a normal secondary alcohol. 

2. The action of nascent hydrogen (sodium amalgam) 
on the normal primary aldehydes of the aceric series : 
QHj^ + i.COH + Ha = QHa„+ i.CHj.Oa 

This method affords the means of ascending the series of 
normal primary alcohols. Thus methylic alcotol may be ob- 
tained from formic aldehyde: HC0H-i-Hj = CH3.0H, and 
may then be converted into iodomethane, CHjI, by the action 
of hydriodic acid, from which, by the action of potassic 
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cyanide, cyanomcthane, CHj.CN, is obtained. Cyanomelhane 
is converted by digestion with sodic hydrate into sodic acetate: 

CHj.CN + NaOH + OH, = CH^.CO^Na + NH3, 
which on distillation with sodic formate yields acetic aldehyde: 

CH3.C05Na + HC05Na = CH3.COH + Na^COs. 

Finally, by the action of nascent hydrogen on acetic aldehyde, 
ethylic alcohol is obtained: CH,.C0H + H3 = CH3.CH2.0H. 
In like manner, ethylic alcohol may be converted into primary 
propylic alcohol, and this again into primary butylic alcohol, &c. 

3, The action of nascent hydrogen on the anhydrides of 
the normal primary acids of the acetic series : 

C"!'"^' Co}*^ + 4H2 = 2C„H2„ + ,.CH2.0H + OH3. 

Isoprimary Alcohols. — These are isomeric with the nor- 
mal-primary alcohols, than which they invariably possess 
lower boiling-points. They are produced hy the action of 
nascent hydrogen on the isoprimary aldehydes of the 
CnHao^iCOH series. Several are obtained as by-products 
in the manufacture of ordinary alcohol by fermentation. 

Normal Secondary Alcohols, C(C„H2„+,)2H. OH.— These 
are prepared by the action of nascent hydrogen on the 
normal primary ketones of the form CO(CnH2„+i)2 : 
CO(C„H2„+i)2 + He = C(C„H2„+,)2H.OH. 

The ketones isomeric with the normal primary ketones 
yield isosecondary alcohols. Normal secondary alcohols 
are also formed from the normal primary paraffins (p. 145). 

Tertiary Alcohols, C(CnHs„+ 1)3. OH. —These are obtained 
by the action of the zinc organo-metallic compounds on the 
acid chlorides of the form CnHs^+i.COCI, the product being 
allowed to stand some time and then treated with water. A 
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series of reactions occur, the first of which appears to consist 
in the formation of a ketone, thus : 

C„H2„+,C0C1 + Zn(C,Hj„+,)8 = CO{C„H2„+i)2 + 
ZnClC„Hs„+„ 

which then unites with a further portion of the zinc compound: 

CO(C„H2„+i)2 + 2n(C„H2„+i}2 = C(C,Hs,^.,)3(OZnC„H3„+,); 

and in the last stage the compound thus formed is converted 
by the water into a tertiary alcohol, a paraffin, and zincic 
hydrate ; 

C(C,H2n+,)j(0ZnC,H,„+,} + zOH, = C(C„H2„+,)3-OH 
+ C,H,,^., + Zn{OH),. 

According to the nature of the zinc compound and of the acid 
chloride, either normal or iso-tertiary alcohols are obtained. 
Other general methods of preparing alcohols of the 
CnHan+i-OH series, but which sometimes give rise to the 
formation of primary, sometimes to the formation of second- 
ary or tertiary alcohols, are the following : — 

1. The action of nascent hydrogen on the chlorinated 
alcohols formed by the direct union of the defines mth 
hypo chlorous acid : 

C„H2„+ ClOH = C„H2„C1.0H; 
C„Hj„C1.0H + H2 = C,,Hg„4.,.0H + HCl. 

2. The action of water on the products of the direct union 
of the olefines with concentrated sulphuric acid : 

C„H2„ + H,S04 = C^Hao+j.HSOi ; 
C„H5n+i-HS04 + OH3 = C„Ha,+i.OH + HjSOj. 

3. The action of potassic or argentic acetate on the 
monio do -paraffins obtained by the union of the olefines with 
hydriodic acid, and subsequent saponification of the ethereal 
salts thus formed by potassic hydrate. 
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4. The decomposition of the nitrites of the amine bases 
by application of heat to their slightly acidulated solutions : 

CaH2„+,NH3(N02) = C„Ha,+i.OH + Nj + OH^. 

GENERAL PROPERTIES OF THE ALCOHOLS OF THE 
CnHs„^.,.OH SERIES. 

The first nine members of the series are colourless liquids 
at ordinary temperatures;' methylii^ ethylic, and propylic 
alcohols are extremely mobile fluids, soluble in water in all 
proportions, but the higher members are more or less oily, 
the viscidity increasing, and the solubility in water rapidly 
decreasing as the series is ascended ; the specific gravity 
also increases as the alcohols become more complex. They 
all possess more or less characteristic odours. 

Behaviour on Oxidalion. — Primary Alcohols. — ^The oxida- 
tion of the primary alcohols occurs at two stages; at the first, 
an aldehyde is produced, which on further oxidation is con- 
verted into an acid of the acetic series containing Ihe same 
number of units of carbon as the alcohol oxidised : 

QHj^+i.CHa.OH + O = C„Hj^+,,COH + OH^. 

PrLmary alcohol. ALdehjdc, 

C,Hi„+,.COH + O = C^Ha^+i.CO^H. 

Aldehyde. Acid. 

In most cases also a portion of the acid reacts at the 
moment of formation on the alcohol under oxidation, to 
form an ethereal salt (a so-called compound ether), thus : 
C„Hj„+,.CO,H -H C„H,,+i.OH = OH^ + 

Acid. AlcQhoL 

Elhereal salt. 

The primary alcohols therefore may furnish three distinct 
e crystalline 
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products on oxidation ; the relative proportions in wliich 
these are obtained depends entirely on the cooditions of 
experiment : on the temperature, on the nature of the 
oxidiser employed, on the amount of water present, and 
also probably on the nature of the alcohol. 

Secondary Alcohols. — Secondary alcohols are invariably 
converted into ketones, and by the continued action of the 
oxidiser, these latter are resolveii into one or more acids of 
the acetic series, containing ./fo^'fl- units of carbon than the 
alcohol oxidised (see ketones) : 

C(C„H2,^i)2H.OH + O = OHj + C0(C„Hj„+,)2- 



Tertiary Alcohols. — A number of these are resolved on 
oxidation into a ketone and an acid of the acetic series : 



This is in all probability the normal reaction, although 
the formation of a ketone as tirst product has not been 
demonstrated in all cases ; but that this should have some- 
times escaped observation is not surprising, since the ketones 
are themselves readily oxidised. The sole products ob- 
tained from certain of the tertiary alcohols have been, in 
fact, a mixture of adds of the acetic series (compare p. 216). 
The three classes of isomeric alcohols are therefore readily 
distinguished by the behaviour on oxidation, for whilst the 
primary alcohols yield an alde'iyde, and (as final product) 
an acid containing the same number of units of carbon as 
the parent alcohol, the secondary alcohols yield a ketone 
containing the same number of units of carbon as the 
alcohol oxidised, which is resolved, on fiirther oxidation, into 
an acid (or mixture of acids) containing fewer units of 
carbon than itself, and the tertiary alcohols either furnish 
a ketone//wJ an acid, or a mixture of acids, of the acetic series. 
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Other Reactions of the Alcohols of the Q^2!^*\-^^ ■'^''■ries.— 

They axe readily attacked by potassium or sodium with 

evolution of hydrogen and formation of metallic derivatives : 

aC^Hsn+i-OH + Na2=! 2C„Hi„+,.0Na + H^. 

These bodies are decomposed by water : the alcohol is 
reproduced, and a metallic hydrate is formed ; 

C„Hs„+,.ONa + OHa = C^Hsn+i-OH + NaHO. 

2. They react with nearly all the oxacids to form ethereal 
salts {compound ethers), e.g. : 

C„He„+,.OH + HNO3 = C^Hj^+i.NOs + OHa- 

3. By the action of various dehydrating agents, such as 
zincic chloride, sulphimc acid, &c, at moderate tempe- 
ratures on these alcohols, the elements of water are with- 
drawn, and the corresponding defines obtained : 

CnHa^+i-OH = OH, -f QH^^. 

4. They are invariably converted by the action of the 
haloid acids, or of the haloid phosphorus compounds, into 
mono-haloid derivatives of the corresponding paraffins : 

C„Hj,^i.OH -I- HI = C,H,„^iI -I- OH5. 
3C„Ha„^i.0H + PBra = sC^Hj^^jBr 4- PH3O3. 

CnHjn^i.OH + PCls = C„Ha„^|CH-P0Cl3 + HCl. 
aCnHa^+i-OH -F POCI3 ^ sCJ^s^^iCl + rH304. 

5. On distilling them with phosphoric pentasulphide, the 
corresponding thio-alcohols (mercaptans) are produced : 

5C„H2,^,.OH + PjSs = sC„Hj„^,.SH 4- PsOj. 

Methvlic Alcohol or Carbinol {Wood or Pyroxylic 
Spirit), CH4O = CH3.OH.— No isomeric modifications of 
this, the first member of the series, are known. It has been 
prepared by the first and second general methods froin 
methane and formic aldehyde, and by the following special 
methods. 
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1. Hydrocyanic acid is converted by the action of nascent 
hydrogen into methylamine : 

HCN + 3H2 = HgCHsN, 

and the nitrite of this base is decomposed by boiling its 
acidulated aqueous solution : 

CH3.H3N(N02) = CH3.OH + Na + OH2. 

2. By saponification of wintergreen oil (the essential oil 
of GoMltheria procumbms) with potassic hydrate: 

Meihylid salicyble. 

CaH4(OH).C03,CH3 + KHO = 
CH3.OH. 

The chief source of methylic alcohol, however, is crude 
wood vinegar, the watery liquid obtained by destructive 
distillation of wood. Hence the name wood or pyroxylic 
spirit, which is often applied to this alcohol. 

The watery liquid is distilled, and the more volatile portion 
which first passes over is collected apart ; this distillate is 
neutralised with slaked lime, the clear liquid is separated from 
the excess of lime, and from the oil which floats on its surface, 
and is redistilled, and the product several times rectified over 
quicklime, at the heat of the water-bath. Pure alcohol is 
obtained from this comparatively crude product, by dissolving 
calcic chloride in it, with which it unites to form a crystalline 
compound, CaClj,2CHjO. After pouring off any oily liquid 
from the solid cake which forms, the latter is heated for some 
time on the water-hath, in a current of carbonic anhydride, or is 
strongly pressed between folds of bibulous paper ; finally, water 
is added (which decomposes the compound CaCl^, 2CH^0) and 
the alcohol distilled off; if necessary, this is again converted 
into the solid compound, Sc. The aqueous alcohol thus obtmned 
is rendered anhydrous by rectifying, first over quick lime, and 
then over dehydrated cupric sulphate. The pure alcohol may 
also he obtained by converting the crude alcohol into methylic 
oxalate, C504(CHj)„ a solid substance which is readily purified 
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by recrystallisation, by distilling a mixture of equal parts of ilie 
alcohol, sulphuric acid and oxalic acid ; the purified oxalate is 
then decomposed by water, the alcohol distilled off, Sec. 

Pure methylic alcohol closely resembles ordinary or ethylic 
alcohol in odour and taste, but the crude alcohol has an 
extremely offensive smell and taste. It possesses all the 
solvent properties of ordinary alcohol, and is therefore 
lai^ely substituted for it in various Industrial processes. 
It boils at about 66°. 

Methylated spirit is a mixture of 90 per cent, ethylic alcohol 
(sp. gr. about 'Ss) with JO per cent, partially purified wood spirit ; 
this mixture maybe employed for the greater number of purposes 
for whlcli alcohol is ordinarily used, at the same time it cannot 
be separated into its constituents by distillation, and it is ren- 
dered quite unfit for consumption by the small admixture of 
impure wood spirit, in consequence of which it is allowed by the 
legislature to pass duty free. 

Ethvlic Alcohol, or Methvlcarbinol {Alcohol, Spirit 
^W'/w):C5HsO=C2H6.0H=CH3.CH2.0H.— Isomerides 
of this alcohol are also unknown. It has been prepared by 
the general methods from ethane, acetic aldehyde, and acetic 
anhydride, and by the four additional methods referred to on 
pp. 147-148. The greatest interest attaches to the formation 
of alcohol from ethylene, since ethylene maybe prepared from 
acetylene, which is the only known hydrocarbon that can be 
obtained by the direct union of its elements. The synthesis is 
effected by combining the ethylene with sulphuric acid, and 
subsequently distilling the product — hydric ethylic sulphate, 
sulphovinic acid—yiKih. water : 

C2H4 + H^SOi = CaHj.HSO, ; 
C,Hs.HS04 + OHa = CaHj.OH + HjSO,. 

The combination of ethylene with sulphuric acid takes place 
very slowly, it is therefore necessary to enclose the fotmer, 
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together with a sufRdencyofthelattei-, inacip^cious^Iassflisk, 
and to agitate violently for a considerable time 

On the large scale alcohol is always piepared bj the fer 
mentation of sugar. When a solution of cine sug^r, or 
grape-sugar . (glucose — CeHuOe) is mixed with beei jeast, a 
peculiar change, tedinically called fa mentation, is induced, 
whereby the glucose is resolved into alcohol and carbonic 
anhydride : CgHiaOg = 2CO3 + aCsHgO Cane-sugar is 
first converted into glucose by the assumption of water : 
CnHaaO,, + OHj = aCsHijOg. 

The spirit first obtained by distilling a fermented saccharine 
liquid is still largely diluted with water ; by redistilling and 
collecting apart the first portions wHcli pass over, a stronger 
spirit may be obtained, but, practically, one containing less than 
13 or 14 per cent, of water is never prepared by rectification 
alone. Rectified spirit of wine of commerce {sp. gr. -835) has 
about this strength; proof spirit has a specific gravity of '9198 
at 15-5° C, (60° F.), and contains 49J per cent, of real alcohol. 
Pure or absolute alcohol may be obtained from spirit of wine by 
allowing it to remain for some days in contact with freshly 
burnt lime, and then distilling it off by the heat of awater-bath ; 
or the dehydration may be more rapidly effected by digesting the 
spirit, at its boiling-point, with the lime, in a retort connected 
with a condenser to prevent volatilisation and loss of alcohol. 

Pure alcohol is a colourless, highly mobile liquid of pungent 
and agreeable taste and odour ; it has a specific gravity of 
■7938 at rs'S" C, It is very inflammable and bimis with a 
pale-bluish, scarcely luminous, smokeless flame. Alcohol 
boils at -jZ"-^ under a pressure of 760 mm. of mercury ; it 
has never yet been frozen, hence its employment in the manti- 
fecture of thermometers to indicate very low temperatures. 
It is an extremely hygroscopic substance, attracting moisture 
with great avidity ; it is miscible with water in all proportions, 
and in the act of dilution heat is evolved, and contraction of 
volume occurs. 
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A very careful series of determinations of the spedtic gravity, at 
various temperatures, of solutions containing known quantities 
of alcohol and water, both by volume and by weight, have been 
made, and from these tables have been constructed, which are 
to be found in all the laiger works on chemistry. In practice, 
the percentage of alcohol in a given aqueous solution, is always 
thus ascertained by determining its specjfic gravity at a known 
temperature, and then referring to such a table of strengths. 
Hydrometers are also constructed with scales marking directly 
the percentage of alcohol by volume, and sometimes also by 
weight, of the spirit ia which they are inmiersed. Such instru- 
ments are known as alcofmlometers. 

Alcohol enters into combination with certain salts to form 
crystalline compounds termed alcoholates, which are salts 
containing alcohol in the place of water of crystallisation. 
Such are the following : 

ZnCls,2C5H60; Qz.Q\A'^i^f> ; M^^^O^^fiC^Yi^O. 

These alcoholates are decomposed by water. 

Potassium and sodium dissolve in alrohol with evolu' 
tion of hydrogen : 2C2H5.OH + Na^ = aCaHe.ONa + H^. 
By employing an excess of alcohol, sodic ethylate may be 
obtained cr^tallised combined with alcohol in the propor- 
tions indicated by the formula, CaHj-ONajSCsHgO. 

On oxidation alcohol is converted into aldehyde, C^H,©, 
and finally into acetic acid, C2H4O2. 

Chlorine is rapidly absorbed by anhydrous alcohol vrith 
considerable evolution of heat ; the chief end-product is 
chloral akohoh,tei but a number of intermediate and also of 
secondary products are obtained, the formation of %vhich 
may be traced as follows ; — 

By the first action of the chlorine, a portion of the alcohol is 
converted into aldehyde, and probably this conversion occurs at 
two stages, as represented by the following equations : 
i)CH,.CH,.OH + CLj - CHj.CH^.OCl + HCl, 
2)CH3.CH^.Oa - CH3.COH + HCL 



by Google 



Action of Chlorine on Alcohol. 



553 



The aldehyde thus formed unites, partially at least, with a 
further portion of alcohol, fonning acetal : 

CH,.COH + sCjHj.OH = CHj.CH(OC2H5)„ 
which by the continued action of the chlorine is successively 
converted into mono-, di-, and trickloracetal : 

CHj.CH(0C3Hj)j + 3Clj = Caa.CH(OC5H5)5 + sHCl. 

Acotal. TridiloiaceuL 

Finally, the latter is acted upon by the hydrochloric acid 
generated in the previous reactions, (or in part perhaps by water) 
and converted into chloral alcoholate and monochlorethane ; 
CCVCH(OC,H5)5 + HCl-CCl3,CH.OH.OCaH^ + C5H5Cl. 
Simultaneously with these occur the following reactions. 
The hydrochloric acid which results from the first action of the 
chlorine on the alcohol partially converts the latter into mono- 
chlorethane : C5H5.0H + HCl-CsH;,CI + OH5, and this at the 
moment of formation combines with a portion of the aldehyde 
produced, and yields jMoreochlorinated ethyhc ether : 
CH3.COH + C5H5CI = CH3.CHC1.0C,H^ 
which, by the continued action of the chlorine, is ultimately con- 
verted into tetrachlorinated ether, CClj.CCl.OCjHj The pro- 
duct of the action of chlorine on alcohol also contains some 
chloral hydrate, CCVCH(0H)5, formed either by the action of 
hydrochloric acid or water (or more probably of both) on the 
chloral alcohoJate or by the action of water [which is itself 
P ] 



T 



H 
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Propylic Alcohol CgH7.0H. — Two isomeric modifica- 
tions of this alcohol are known, distinguished as normal 
propylic alcohol or eihylcM-biml, CaHe-CHa-OH, and iso- 
p-opylic alcohol or dimetkylcarUitol, C(CH3)iH.0H. The 
former of these is a primary and the latter a secondary alcohol. 

Normal propy lie alcohol has been isolated from the mixture 
of alcohols produced on fermentation of various kinds of 
grain, and it is especially abundant in the spirit obtained on 
distillation of cider. It has been synthesised by all the 
general mediods mentioned on pp. 145-146. 

It is converted into propionic aldehyde and propionic 
acid on oxidation : 

C2H5.CH3.OH + Oa = OHj + C2H5.COH ; 
CaHj.COH + O = C^Hj.COaH. 

Isopropylic akokol is also produced, it is said, on fermenta- 
tion of grain. It is obtained from acetone by the action of 
nascent hydrogen : QQ{CYi.ii^ -I- H^ = C{CHj)3H.0H ; 
from propylene, CsHg, by combining it with sulphuric acid 
and distilling the resulting compound with water : 

CgHa + HaSOi = CgHi-HSOj ; 
C3H7.HSO4 + OH2 = C3H5.OH -1- H2SO4 ; 

and by the action of nascent hydrogen on dichlorhydrin, a 
product of the action of hydrochloric add on glycerin : 

C('CHj.OH)2H.0H + zHCl = C(CH3C1)2H.0H -f 2OH5; 
C(CH2Cl)jH.0H -1- 2H2 = C(CH3),H.0H + 2HCI. 

Isopropylic alcohol is converted into acetone on oxidation : 

CfCH3)2H.OH -f O = C0(CHa)2 -f OHj, 

which by the continued action of flie oxidiser is resolved 
into acetic acid, carbonic anhydride, and water : 

CO(CH3)2 -f sOi = CH3.C0aH -|- COa -|- OHj. 
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Isopropylic alcohol forms with water several hydrates of 
consideraWe stability ; it is impossible, for instance, to dehy- 
drate it with anhydrous cupric sulphate, one of the most powerful 
desiccating agents at the chemist's disposal. One of these 
hydrates, aCjHgOiOHj, has the same percentage composition 
and very nearly the same boiling-point as ethylic alcohol. 

Relation of PropylU to Isopropylic Alcohol. — On the one 
hand the primary alcohol is convertible into propylene, 
CaHg, from which, it has been shown, isopropylic alcohol is 
obtainable ; on the other the /3-iodopropane formed on 
treating isopropylic alcohol with hydriodic acid is converted 
into propane by the action of nascent hydrogen, and this 
propane may be changed by the first general method {p. 145) 
into normal propylic alcohol. 

Teirylic or BuTVLic Alcohol, C4H9.OH. — Four iso- 
meidc modifications of this alcohol exist, namely :— 

Nonnal primary butylic alcohoi. B-P. 

Propylcarbinol CH3,CH5.CH2.CH2(OH) 116° 

[ao-primary butylic ^cobol. 

Isopropylcatbiaol CH(CH3)2.CH2(OH) 109° 
Methylethylcarbinol C{CH3)(C2H5).CH2(OH} 99° 

Tcniary butylic alcohol. 

Trimethylcarbinol C{CH3)3{OH) . . Zi°-i 

The normal primary alcohol has been obtained by the 
three general methods (pp. 145-146), It yields normal 
butyric acid on oxidation : 

C3H,.CHj(0H) -f- O3 = C3Ht.C0(0H) + OH^. 

Isoprimary butyHc aicohol is present in considerable quan- 
tity in the fermentation-product of sugar-beet molasses, from 
which it may be isolated by careful fractional distillation. 
It is converted into isobutyric acid on oxidation : 

CH(CH3)j.CH2(OH) -I- Os = CH{CH3)2.CO(OH). 
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Secondary butylic alcohol has been obtained by saponi- 
lying the acetate fonned from the iodotetrane which is pro- 
duced by distilling erythrtte with hydriodic acid : 

C4H6(OH)4 + 7HI = C4H9I + 40Ha + 3T3. 

C4H9I + AgCsHgOa = C4Hs.Ci,H30i, + Agl. 

C1H9.C2H3O2 + KHO = C^Hs-OH + KCjHjOa. 

On oxidation it is converted into mdhyldhylketone, which 
on continued oxidation yields acetic acid : 
CICHsXCjHjjH.OH + O = CO(CH3)(CjH6) + OH^; 

Tertiary butylic alcohol is prepared by slowly adding 
acetic chloride to well-cooled zincic methide, and adding 
water to the product after it has stood several days. The 
first action evidently takes place in two stages, thus : 

CH3COCI 4- Zn(CH3)3 = COfCHa)^ + ZnCHjCl, 
CO{CHg)j + Zn{CH3)2 = C(CH3)3(OZnCH3) ; 

since if the water be added immediately the whole of the 
chloride is introduced, acetone alone is obtained. The 
subsequent action of water is represented by the equation : 
C(CH3)3(OZnCH3) + sOHa = C(CH3)3.0H + CH4 + 
Zn(HO)2. 

The oxidation-products of trimethylcarbinol are isohuXytic, 
acetic, and formic acid, acetone, isobutylene, carbonic 
anhydride, and water. 

1 the formation of 



C(CH3V0H + Oj = CO(CHs)j + CHjOj + OH,. 

The former is rapidly further oxidised to acetic acid, &c., and 
the latter to carbonic anhydride and water. Tlie isobutylene is 
the product of a secondary reaction, whereby the alcohol is 
resolved into isobutylene and water: QHg.OH^OHj + CjHs, 
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and which is probably the result of the dehydrating action ex- 
ercised by the sulphuric acid employed in the oxidising mixture. 
It is difficult to account satisfactorily for the formation of iso- 
butyric acid ; it must be regarded as the product of an isomeric 
change which cannot at present be traced. 

Rdations of tJu Isomeric Btdylic Alcohols. 

1. If fwrtnal primary hutylic alcohol be converted into 
butylanaiiie, C4H9.H^, and the nitrite of this base be de- 
composed by boiling its acidulated aqueous solution, iso- 
primary butyllc alcohol is obtained. 

2. By a repetition of this process on the alcohol thus 
formed, it is converted into tertiary butyllc alcohol. 

3. a-Iodotetrane obtained by the action of hydriodic 
acid on normal butyllc alcohol yields on treatment with an 
alcoholic solution of potassic hydrate, a butylene which com- 
bines readily with hydriodic acid, but the product (7-iodo- 
tetrane)' is isomeric with the iodotetrane used at starting, 
being convertible by the ordinary method into secondary 
hutylic alcohol. 

4. Isoprimary butylic alcohol may be converted into the 
tertiary alcohol by a variety of methods ; thus, for example, 
the /3-iodotetrane obtained fcom it by the action of hydriodic 
acid yields a butylene on treatment with an alcoholic 
solution of potassic hydrate which combines readily with 
concentrated sulphuric acid and with hydriodic acid ; if the 
product with sulphuric acid be distilled with water, or if the 
product with hydriodic acid be caused to act upon argentic 
acetate, and the resulting acetate be saponified by potassic 
hydrate, tertiary butylic alcohol results. 

5. The butylene obtained by heating tertiary butylic 
alcohol with hydriodic acid, and decomposing the resulting 
6-iodotetrane by potasdc hydrate, combines directly with 
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hypochlorous acid ; the resulting monochlorinated tutylic 
alcohol is converted into isoprimary butylic alcohol by the 
action of nascent hydrogen. 

Pentvlic, or Amylic Alcohol, CaHn-OH. — We are at 
present acquainted with six isomeric modifications of this 
alcohol, four of which are obtained by purely synthetic 
methods, and aie comparatively little known, 

Isoprimary amylic alcohol or isohutylcarbinol is the chief 
constituent of the fusel oil ' obtained in the manufacture 
of spirit by fermentation of grain and potatoes. Ordinary 
fusel oil, however, contains two isomeric modifications, 
which scarcely differ (if at all) in chemical properties, but 
are distinguished by their behaviour towards polarised light, 
the one having no action, the other rotating the ray con- 
siderably to the left The boiling-points of these two alcohols 
differ by at most z°, that of the inactive being i29°-i3o'', 
that of the actue about 128°. 

They are separated by acting upon the mixture witli con- 
centrated sulphuric acid, and converting the hydric amylic sul- 
phates produced {C^H^.OH + H,SO, = QHn.HSO, + OH^) into 
baric salts. The baric salt of the product from the active alcohol 
being about 2^ times more soluble in water than the correspond- 
ing inactive derivative, the mixed salts may be separated by 
repeated recrystallisation, and the pure alcohols then obtained 
tav distilling the pure baric salts with dilute sulphuric acid, &c. : 
(C5H,iS0j),Ba + 20Hj = 2C5Hi,,OH + BaSOj + H,SO,. 

It is said that the active alcohol becomes optically inactive 
when repeatedly distilled over sodic hydrate. 

Both modiiications yield a valeric acid on oxidation : 
CjHg.CHjfOH) -I- O2 = C4Hs.C0(0H) -1- OHj. 

The acid from the inactive alcohol is optically inactive; 
that irom the active alcohol is strongly destrorotary. The 

' Fusel oil is the portion, of higher boiling-point than ethylic alcohol, 
separated from the crude product of fermentation by distillation. 



by Google 



Alcohols of the VinyUc Series. i6i 

two acids are further distinguished by the fact that the 
former yields a crystalline baric salt, whereas the baric salt 
prepared from the active acid cannot be obtained in the 
crystalline condition. 

The inactive alcohol is undoubtedly correctly represented 
by the formula CH(CH3)j.CH2.CH2(OH), since the valeric 
acid which it yields on oxidation may be obtained from 
isopropylcarbinol (see valeric acid). The nature of the 
active alcohol has not yet been established, 

Cetylic Akoliol, C„Hjj.OH ; Cerotk or Ceryllc Alcohol, 
C„Hjs.OH; and Mdissic Alcohol, C^^^.OB., which are re- 
spectively obtained by saponifying spermaceti (cetylic palmi- 
tate), Chinese-wax (cerylic cerotate), and myricin (melissic 
palmitate)— the portion of common bees'-wax insoluble in boiling 
alcohol, are white crystalline substances. They exchange (OH) 
for CI when acted upon by PClj, and yield tte corresponding 
acids of tlie C„Hj„ ^. ,.COjH series on oxidation ; on distillation 
ttiey are partially resolved into water and the corresponding 
olefine. 

CnHjn^i.OH, OR VINYLIC SERIES OF MONOHYDEIC 
ALCOHOLS. 

The alcohols of this series bear the same relation to the 
defines that the alcohols of the ethylic series bear to the 
paraffins. Two only are known : vinylic alcohol, C2H3.OH, 
and allylic alcohol, C3H5.OH. 

Vinylic Alcohol is said to be produced by combining 
acetylene with sulphuric acid, and distilling the product 
with water. We are not acquainted with its properties. 

Allylic Alcohol, CgH-.-OH = CH2.CH.CH2(OH).— 
Preparation. — i. From allylic iodide, CaHgl, the product of 
the action of phosphoms iodide on glycerin (see glycerin). 

The iodide is converted into allylic oxalate, {C^^Ji^O^, by 
acting upon it with argentic oxalate, Ag^CjO,, and the oxalate 
decomposed by ammonia, whereby allylic alcohol and oxamide 
are produced : (CjHj3C,0t+ 2NHj = 2C3HJ.OH + CjOjNsH.. 
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a. By heating glycerin with oxalic acid. In tlie first place 
the oxalic acid, ^^^Oi, is resolved on heating into carbonic 
anhydride and formic acid; the latter then reacts on the 
glycerin to produce monoformtn ; 

C3H6(OH)3 + HCO2H = OH5 + C3H5(OH),(O.HCO), 

which, on further heating, splits up into water, carbonic 
anhydride, aiid allyiic alcohol; 

C3Hj(0H)s(0.HC0) -= OH, + CO, + CaH^.OH. 

The mixture of four parts of glycerin and one part of oxalic 
acid is heaied in a reton provided with a thermometer and 
connected with a condenser, the receiver heing changed ivhen 
the temperature rises to 195°, and the distillation continued 
from that point to 260°. When ordinary commercial oxalic acid 
is employed, a small quantity (abou one pe en ) of ammonic 
chloride is added. The distillate, am u e of aqueous allylic 
alcohol and other products, is rec tied d ge d th potassic 
iiydrate, distilled, dried over potas bo a e a ain digested 

with potassic hydrate, redistilled, and f ed h last traces 

of water by rectification over anhyd o bary A fair yield of 
the alcohol is obtained by this method 

Allylic alcohol is a colourless liquid of sharp, irritating 
odour, niiscible in all proportions with water ; sp. gr. '8709 
at 0° ; boiling-point 96°. It is not affected by nascent hy- 
drogen {from sodium amalgam and water), but yields normal 
propylic alcohol, together with oxidation-products, when 
heated to 150' with potassic hydrate. On oxidation, allylic 
alcohol yields curokin, CsHg.COH, formic acid, and carbonic 
anhydride. It exchanges (OH) for CI, Br, I, &c.,' when 
acted upon by the haloid acids, or haloid phosphorus 
compounds, and reacts with sulphuric acid to form hydric 

' The haloid derivatives so produced unite directly with the halogens 
and haloid acids to form haloid sutetitution-derivatives of the paraffin 
propar.5. 
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allylic sulphate, C3Hg.HS04, thus resembling tne alcohols 
of the ethylic series, from which it differs, however, in that 
it combines directly with chlorine and bromine, &c., to form 
such compounds as CsH5Cl2(OH),C3H5Er2(OH), from 
which allylic alcohol is again obtained on submitting them 
to the action of nascent hydrogen. 

Mustard and Garlic Oils. — Black mustard seed contains the 
potassic salt of an acid termed myronic arid, which is decom- 
posed when the bruised seed is macerated for some hours with 
water, and on distilling the water an oil passes over with it. 
The volatile oil thus obtained has the composition of allylic sul- 
phocyanate, CaH5(NCS), Garlic, on the other hand, contains an 
offensive smelling oil of the composition of allylic sulphide, 
i<Z^^)^. The substances of this composition prepared by the 
following synthetic reactions from, allylic iodide ; 
C^HJ + KNCS = KI + C,Hj(NCS) 
aCjHJ + KaS = 2KI + (C3H5),S 

are found identical in every respect with the natural products. 



CoH2n_3,OH SERIES OF MONOHVDRIC ALCOHOLS. 

Only one member of this series, Propai^ylic alcohol, 
C,H3(0H), is known. It has been obtained by the action, 
of potassic hydrate on monobromallylic alcohol : 

CjHjBr.OH + KHO = C3H3.OH + KBr + OHj. 

Monobromallylic alcohol is obtained by the following series 
of reactions ;^Allylic tribromide, CjHjBr,, the product of the 
union of allylic bromide with bromine, is converted into dibro- 
moglycid, CjH^Brj, by the action of potassic hydrate; this 
compound on treatment with potassic acetate is readily con- 
I'erted into monobromallylic acetate, CjH^Br.CaHjP,, which 
yields monobromallylic alcohol and potassic acetate on saponi- 
fication by potassic hydrate. 

Propargylic alcohol is a colourless mobile liquid, of 

M 3 
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pleasant odour, specific gravity ■962S at 21" ; boiling-point 
iio°-ii5°. It produces a white precipitate, C3H2Ag(OH), 
in an ammomacal solution of argentic nitrate, and a yellowish 
precipitate, (C3H2.0H)2Cu2, in an ammoniacal solution of 
cuprous chloride ; it combines directly with bromine and 
hydrobromic add, 

C„Hs„_5.0H SERIES OF ALCOHOLS. 

Probably some of the oxidised oils of the composition 
C|DH,gO, which occur together with terpenes in various 
plants, are members of this series. 

'CoH9„_j.0H SERIES OF MOKOHYDRIC ALCOHOLS. 
PHENOLS AND ALCOHOLS OF THE BENZYLIC SERIES. 



These alcohols are the derivatives of the hydrocarbons of 
the CnH2ii_G series. It has been pointed out already that 
these hydrocarbons act in the majority of cases as saturated 
compounds ; the alcohols derived from them exhibit this 
behaviot!!, however, in a still more pronounced degree, in 
fact, they invariably give rise to the formation of substitution- 
derivatives, and never form additive compounds. 

The most important and best investigated (first) member 
of the series is Phenol, which is the alcohol of benzene : 
Benzene, CgHg ; Phenol, CsHg-OH. 

No isomerides of phenol are known, but three isomeric 
modifications of the next term, Cresol, CjHj.OH, exist, 
besides the metameric benzylic alcohol, which bears the same 
relation to the isomeric cresols that the monochlorinated 
compound formed by the action of chlorine on boiling 
toluene, bears to the isomeric compounds obtained when 
the action of chlorine on toluene takes place in the cold 
or in presence of iodine. Hence two classes of alcohols are 
to be distinguished in this series : — i. The plwioh, repre- 
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sented by the general forraak, C6H5_„(OH)(C„H2„+|)^ ; 
and 2. The alcohols of the bmizylic series, represented by 
the general formula CeHs.^jJp;^^''^*-'-^'' 

General Methods of Formaiion. — The phenols cannot be 
obtained from the correspondii^ mono-haloid stibstitution- 
derivalives of the CnH^n^s hydrocarbons, since potassic 
hydrate, ai^entic acetate, &c., are without action on these 
derivatives. The following are the two general methods 
usually employed in their preparation, i. The hydrocarbon 
of the C„Hjn_6 series, corresponding to the phenol required, 
is converted by the action of concentrated sulphuric add 
into the monosulphonic acid, and the potassic salt of this 
product is fused with potassic hydrate ; 

C6H6_„(C„H,^+,)-n + HjSO. = OHs + 

CgH5_„(HS03)(C,H2,+ |)n, i 

C6H5_„(KS03)(C„H2„+i)«. + KHO = K.SOj + 

CBHLni(OH)(C„H2„4-lW 

2. The hydrocarbon of the C„H2n_6 series, corresponding 
to the phenol required, is converted into the mononitro- 
derivative by the action of nitric acid {a) ; this is reduced 
by nascent hydrogen to the amido-derivative (^), and an alco- 

' These expressions are employed in order to include the formation 
of these alcohols from all the hydrocarbons of the benzene series. In 
the first term of (he phenol series the value of n and m m the expression 
CeHj_n,(oH)(CnH,n + i)mis2ero; the highest possible value of m is 
doubtless 5, the limits within which n may vary cannot yet be determined, 
but it is to be borne in mind that in phenols derived from hydrocarbons 
(ormedby the introduction of several CnHjn + 1 groups in place of hydro- 
gen in benzene, n may have the same or a different value in each of the 
groups, as in the case of XyUnol (Dimetkylphenal), C8H3{CH3)5.0H, 
and Thymol {Metkylfirofylphmol), CgHslOH) |^^ , the highest 
known term of the scries, respectively. The same may be said of the 
alcohols of the beniylic series, in which, however, the lowest value of n 
in Ihe CnH3n(oH) group is t ; m in the first term equals zero. 
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holic solution of a salt (usually the nitrate) of this derivative 
is then acted upon by nitrous acid (c) ; the diazo-salt produced 
is converted into the corresponding sulphate by treatment 
with sulphuric acid ; and finally this salt is decomposed by 
boiling with water {d) -. 

(a) (CnHs^+O^CeHe.™ + HNO3 = OH, + 

(CnH2„^.,)„C6Hs_„(N02); 

i^) {C„H,„^,)-C6M5 n,(NOs) + 3H2 = 2OH2 + 

(CnHs„+i)mC6Ha_„(NHs); 

(f) {QH2„+|)«C6Hg_„(NH3N03)' + HNO, = aOH, + 
(C„Ha„+i)„CsH,_„(NjN03)'; 

id) (C„H3^+,)„C6H5_^(N2.HS04) 4- OH, -= H,SO, + 
N5 + (C,H2„+,)n,CcH5_„(OH). 

The alcohols of the benzylic series are obtained by the 
following methods ; — i. By saponifying the acetates formed 
by the action of potassic acetate on the mono-haloid deriva- 
tives of the hydrocarbons of the benzene series, prepared by 
the action of chlorine on the boiling hydrocarbons : 

,, „ |C.H,.+, ,n_„n,r„ (C.H,.C1 
C„Hs^(C2H302 



CeHs „ L^„ \ * ' , KHO = KC2H3O. 



■UC.H,.^,). 

|C„Ha„(OH) 
'1(C.H„,V 



2. By the acrion of an alcoholic solution of potassic 
hydrate on the corresponding aldehydes, together with the 
corresponding acid of the benzoic series : 

' Nitrate of amido -derivative. ' Nitrate of diaio-derivative. 
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jC.HJCOH), 

Aldehyde. 

P„ jC.HaCOOK). 
'-«'''-"l{C.Hj„,). ' 



c.H._j-"':rr'+H,=c,H, 



(C„H2,/CH3.0H} 



Primary alcohols alone are obtained by this method. 

3, By the action of nascent hydrogen on the ketones of 
the form C„Ha„_jC0(C„H2„+i) t 
C„H2„_,CO(C„H3„+,) + Ha = Q,Hj„_jC(C„H;„+ ,)H.OH. 

By this method secondary alcohols are obtained. 

Phenol {Oxybenzene, Carbolic Adif), CgHj-OH, is ob- 
tained by the above general methods, also by distilling the 
three isomeric oxybenzoic acids, either alone or mixed with 
powdered glass, or caustic lime : 

C6H,(OH).COsH = CO2 + CgHs.OH. 

The chief f ph n 1 1 ta f m which it is 

prepared by 1 m j, h 1 Id tillation, and 

collecting ap.rt h p rU n 1 1 d 1 between 150" 

and 200". Th m d i I ti of odic hydrate, 

the solution spradfnth d Idp tion, decom- 
posed by hyd hi d nd h 1 I b ained placed 
in contact with calcic chloride to render it anhydrous, and 
then purified by fractional distillation. It is then exposed to 
a low temperature, and the crystals which form are drained 
from the mother liquor, and again distilled. 

Phenol crystallises at ordinary temperatures in long 
colourless needles, which melt at 34°-35° and boil at 184°. 
It is sparingly soluble in water, but dissolves readily in 
alcohol, ether, and acetic acid. It has a peculiar, not un- 
pleasant odour, and acts as a powerful caustic when applied 
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to the still. By far the most valuable property of phenol is 
that of preventing putrefaction, and of preserving animal 
substances from decomposition ; it even removes the fetid 
odour from meat and other substances already in a state of 
decomposition, hence it is largely employed as a disinfectant. 

Phenol is scarcely altered by passing through a red-hot 
tube. It yields benzene when distilled over heated zinc- 
dust : CeHgO -I- Zn = ZnO 4- C^Hs. 

Phenol dissolves in sulphuric acid with evolution of heat 
and production of two isomeric monosulphonic acids of the 
formula CoH4(OH).S03H (phenolraeta- and phenolpara- 
sulphonic acid), which are converted by the continued action 
of the acid into one and the same phenoldisulphonic acid, 
C6Hg.OH(S03H)a. On fusion of the potassic salts of these 
two isomeric phenolmonosulphonic acids with potassic hy- 
drate, two isomeric dioxybenzenes are produced : 

CfiH4(OH}(S03K) -I- KHO = C6H4{OH)j + KjSOg. 

Chlorine acts readily upon phenoJ, and finally converts it 
into pentachlorophenol, CgClj.OH. The first product is a 
mixture of two isomeric momchlorophmoh ; the second is also 
a mixture of two dkhloropheiioh ; the third product appears 
to consist of a single trichlorophmol. Bromine exerts a pre- 
cisely similar action. lodophenols have been prepared by 
the action of iodine on phenol in presence of iodic acid or 
mercuric oxide. Three isomeric moniodophenols have thus 
been obtained, which are distinguished by the prefixes para-, 
meta-, and ortho- ; these exhibit different physical properties, 
and are especially characterised by their behaviour on fusion 
with potassic hydrate (p. 176). 

Nitric acid acts violently upon phenol ; the first product 
is a mixture of two isomeric mononitrophenols, one of which 
is insoluble in water, extremely volatile in a current of steam, 
yellow in colour, has a peculiar aromatic odour, and melts 
at 42°, whilst the otlier is soluble in water, and crystallises 
in long white inodorous needles melting at 112°. The 
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latter of these is converted into n-dinitropheiiol melting at 
1 14° on further nitration ; the former, when similarly treated, 
also yields a-dinitrophenol, but together with an isomeric (/3) 
dinitrophenol melting at 69°. The final product of the action 
of nitric acid on phenol is trinitrophenol, CsH2(NO)30H, 
{picric acid), of which no isomeric modifications are known. 

Phenol is converted by potassic hydrate into a metallic 
derivative CflH^.OK, but it does not decompose potassic 
carbonate. The above nitro -derivatives, however, ha^-e far 
more pronounced acid properties ; they readily decompose 
the metallic carbonates, and )ield a series of crystalline yel- 
low or red metallic derivatives, such as C6H4(N02).OK, &c. 

Trinitrophenol has the property of forming crystalline 
compounds with hydrocarbons such as benzene, naphthalene, 
anthracene, &c. 

Phenol and its homologues are not attacked by the haloid 
acids, except perhaps when heated therewith ander pressure 
at relatively very high temperatures (20o''-30o''). The haloid 
phosphorus compounds acting upon phenol and its homo- 
logues convert them into the corresponding mono-haloid de- 
rivatives of the CnH2„_5 series of hydrocarbons. 

Phenol exhibits a peculiar behaviour on oxidation with 
chromic acid, whereby it is converted into pkcnoguinone. 
Probably the first oxidation-product is hydroquinone : 

CeHj.OH + + OH2 = C6H4(OH)a -V- OH5, 
the phenoquinone being the product of the simultaneous 
oxidation of this hydroquinone and phenol ; thus : 

CgH,(0H)3 -1- aCgHj.OH -j- O^ = 2OH2 + 
C6H4(O.OCeH,)j. 

Cresol {Cresylk Acid), C7H7.OH = C6H4(CH3).OH.— 
The three known modifications are distinguished by the 
prefixes para-, wieta-, and oriho-. Para- and orthocresol are 
respectively obtained by fusing the pure potassic salts of the 
two isomeric sulphonic acids produced on heating toluene 
with sulphuric acid with potassic hydrate. Paracresol is 
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also obtained from crystalline nitrotoluene (p. 125) by the 
second general method of preparation. Metacresol has 
been produced by heating thymol, CjgHuO (a crystalline 
phenol which exists in the volatile oils of thyme and horse- 
mint), with phosphoric anhydride, when propylene and cresol- 
phosphoric acid are produced ; the latter yields metacresol 
and potassic phosphate on fusion with potassic hydrate. 
Coal-tar oil contains paracresol and (probably) orthocresol. 

Paracresol is a solid crystalline body at ordinary tempera- 
tures, which boils at i93°-2oo°; it yields potassic paroxy- 
benzocUe, CfiH4(OH).C02K, on fusion with potassic hydrate. 

Metacresol is liquid and boils between i95°-2oo° ; oxi- 
dised by fusion with potassic hydrate, it yields potassic 
metoxybensoate. 

Orthocresol is also liquid, but boils at about 189"; potassic 
salicylate (orthoxybenzoate), isomeric with potassic met- and 
par-oxybenzoates, is formed from it on oxidation by fusion 
with potassic hydrate. 

Heated with sulphuric acid the three isomeric cresols 
yield three isomeric cresolsulphonic acids : 

CjHj.OH 4- SO,Hj = C,H6(OH)(SOsH) -1- OHj. 

Benzvlic Alcohol, C6H6.CH2.(0H), metameric with 
cresol, is produced simultaneously with potassic benzoate by 
the action of an alcoholic solution of potassic hydrate on 
benzoic aldehyde : 

CeHs-COH H- KHO = CgHs.COjK -f H^ ; 
CaHj.COH + H, == CfiH5.CH5(OH). 
Also by saponiiicaUon of benzylic acetate, prepared by 
heating benzylic chloride (p. 119) with potassic acetate. It 
is a colourless, strongly refracting, oily liquid, which boils 
at 206°. On treatment with nitric acid it is oxidised to 
benzoic aldehyde, CaH^COH. Hydrochloric acid converts 
it readily into benzylic chloride, CgHj.CHaCl. Concen- 
trated sulphuric acid converts it into a resin-like substance. 

It is thus evident that there is an enormous difference in 
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chemical behaviour between benzylic alcohol, which in all 
respects is a compound analogous to the alcohols of the 
ethylic series, and the corresponding phenol, cresol. A pre- 
cisely similar relation obtains between the homologues of 
the phenols and of benzylic alcohol. 

Sitnwiary.^T\\c phenols differ, it \vill have been observed, 
from the alcohols of the preceding series in somewhat the 
same way that the hydrocarbons of the CnH2„_5 series, ex- 
cepting dipropargyl, differ from those of the isologous series 
richer in hydrogen. They are formed by special methods, 
behave as saturated compounds, are peculiarly stable, and 
yield well-characterised substitution- derivatives when acted 
upon by chlorine, nitric acid, &c., whereas the alcohols of the 
preceding (and benzylic) series do not yield such derivatives 
under similar conditions ■ the phenols behave differentlv on 
oxidation, they are not ed p b hid d d 

finally, they are especiallj h d b } Id g I 

acids when acted iipo b Iph d 1 h n 

vertible into dihydric 1 h 1 (d y d f 1 

C„H2n_B hydrocarbon ) by f h p 1 J 

■whereas the isologous m hyd 1 h 1 p p Ij 

richer in hydrogen, yi d d 1 1 I wh m 1 Ij 
treated, which readily d g n hill 

and sulphuric acid, ev hi d 1 

C^Hjn^g.OH SERIES OF MONOHYDRIC ALCOHOLS. 

Only two alcohols of this series are known. 

CiNNAMic Alcohol, CgHj.OH = C(C6Hs)H.CH.CH2 
(OH), is obtained by heating styracin, CgH^Oj.CflHg (a 
constituent of liquid storax and Peru balsam), with potassic 
hydrate solution. Cinnamic alcohol crystallises in silky 
needles, which melt at 33° ; on oxidation it is converted into 
cinnamic aldehyde, CgHjO ; it forms with bromine a dibro- 
mide, CaHgBrs.OH; and by the action of nascent hydrogen 
it is in part converted into allylbenzene, in part converted 
into phenylpropyhc alcohol. C(CeH5)Ha.CH,.CHj(0H). 
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Cholesterin, C26H43.OH, is a crystalline substance 
present in various parts of the animal system, in biliary cal- 
culi, and in the fat extracted from the fleece of sheep. On 
treatment with PCI5 it yields cholesterylic chloride, C26H4gCl; 
on oxidation by chromic acid it is converted in oxycholic 
acid, CseH^flOg. 

C„H2o_|3'0^ SERIES OF MOKOHYDRIC ALCOHOLS. 

o-and ^-naphHisl, CiqHj.OH, two crystalline compounds 
which are in every respect analogues of the phenols, ob- 
tained by fusing the potassic salts of n- and /3-naphthalene- 
sulphonic acids ivith potassic hydrate, are the only known 
alcohols of the series. 

CoH2n(OH)5 SERIES OF DIHYDRIC ALCOHOLS. GLYCOLS, 

The glycols bear the same relation to the monohydric 
alcohols of the series CnH2„^,.OH that the dichlorinated 
paraffins bear to the monochlorinated paraffins ; in other 
words, they may be regarded as the di-hydroxyl derivatives 
of the paraffins. The following have been obtained, but our 
knowledge of most of them is extremely imperfect : — 



Ethylene glycol Q.^i{OW)^ i97°-5 ' — 

Propylene „ (2 mods.) CiHetOH)^ 2o8'-zi8° i88°-iS9° 
Tetrylene or butylene 

glycol C4H8(OH)2 — iSs-'-ig^" 
Pentylene or amylene 

glycol C5H,o(OH), — 177" 

Hexylene glycol C^Yi^^iOYi)^ — 207' 

Octylene „ CbH|6{OH)2 ~ n^'-^A'^" 

Our experience of the chemical behaviour of these com- 
pounds is chiefly derived from the study of the first member 
of the series, to which the simple name of glycol is appiied. 
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Inmost text-booksattentionisdrawn to the fact that the differ- 
ence between the boihng-points of the successive terms of this 
series appears to be in a contraty direction to that observed in 
other homologous series, i.e., that the lowermembers have higher 
boihng-points than the more complex terms of the series. At 
present slight weight attaches to this observation, however, since 
the known glycols are not strictly homologous ; in other words, 
they do not all belong to the same isomeric series : some are 
primary,othersarejsoprimary, secondary, perhaps tertiaryglycols, 
and the comparison of their boiling-points is therefore nugatory. 

Preparation. — The one general method consists in acting 
upon the di-haloid derivatives (usually the bromo-derivatives) 
of the paraffins with potassic or argentic acetate, the resulting 
acetate being then saponified with potassic hydrate : 

C.Hj.Br3 -I- 2AgC2H302 = aAgBr -f C^YL^J^C^Vl^O^)., 
C„Hs„(C2H30s)2 -t- 2KHO = 2YX.^.,0^-v C„H2„(OH)5. 

Properties. -^'Vciz glycols are colourless, more or less viscid 
liquids, easily soluble in water and alcohol. 

The oxidation of the glycols takes place at two stages ; 
the first product is usually an oxyacid of the lactic series 
(general formula C„Hs„(0H).C02H) ; thus glycol yields 
glycolHc acid (monoxyacetic acid) ; 

CHs(OH).CHi(OH) + Os = CH,(0H).C0(OH) -f OH^. 

The second product varies according to the nature of the 
glycol oxidised : in the case of the primary glycols, to 
which the general fornmla CH2(OH).C„H2„.CH2(OH) may 
be assigned, a dibasic acid of the C„Ha„(C02H)2 series is 
always produced; thus glycol yields oxalic acid : 
CH2(OH).CH2(OH) -1- aOa = CO(OH).CO(OH) + zOH^ ; 

whereas the iso-glycols, represented by the general formula 
C(C,H2,+ |}H(OH).CH2(OH), yield so-called ^rfo?«V acids 
as hnal oxidation-products, e.g. : 
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C(C„Hs„+|)H(0H).CH5(0H) + 03 = 

C(C,H2n+i)0,C0{0H) + aOHj. 

little is known of glycols of other isomeric series. 
The glycols are readily acted upon by the haloid acids, 
in the first place according to the equation : 

C„Hs,{OH)s + HCl = C„Hs„Cl(OH), 

and by the continued action of these acids, or more readily 
under the influence of the haloid phosphorus compounds, 
they are converted into di-haioJd derivatives of the corre- 
sponding paraffins : 
C„H2„{OH)3 + 2PCI5 = 2POCI3 + sHCl + C„H2„Cl2. 

By heating the glycols with acetic acid or its homologues 
in closed vessels, ethereal salts of these acids (compound 
ethers) are produced, e.g. : 

C„H2„(OH)2 + HCsHpa = C„H,„(OHXC2Ha02) + OHg. 
C„H2„(OH)2 + aHCaHgOs = C„Ha„(C3H30s)i, + zOHj. 

Potassium and sodium act upon the glycols with evolu- 
tion of hydrogen and formation of metallic derivatives : 
2C„H2„(OH)2 + Naa = H^ -)- 2C„H2n(OH)(ONa) ; 
C„H2„{0H)s 4- Na, = H^ -|- C„H2„(0Na),. 

Polyeihylenic glycols 3XS formed from glycol hy progressive 
condensation with elimination of the elements of water. 

The following are known ;— 

Diethylenic glycol C,Hj„03 ^^Q^lOn)^- OH^ 
Triethylenic „ C^H^Oj ==3C,H^(OH),-20H, 

Tetrethylenic „ CjH„0, =4C,H,(OH),^30H, 

Pentethylenic „ C,^,H^,0,-5QH,(OH),-40H, 

Hexethylenlc „ C^Hj^O, - (iZ^lOl^)^ - 5 OH^. 

There is a difference in boiling-point of about 45° between 
each of these ; they are viscid liquids, becoming continually 
more viscid as they increase in complexity, and as the boiling- 
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One of the best general methods of preparation consists in 
heating glycol with ethylenic dibromide in closed tubes, for 
some hours, at jio°-i20° The nature of the product then 
depends on the proportions employed of these two bodies, and 
on the length of time during which they are heated together. 

The first reaction which occurs probabl- consists in the 
formation of ethylenic-bromohydrate, thus : 

C,H^{0H)5 + CaH,Bri = 2C5H^Br{0H), 

ivhich reacts upon the glycol (employed in excess) to form 
diethylenic glycol and hydrobromic acid ; 

CjH^Br(OH) + C,H^(OH)j = C^HjO(OH);, + HBr. 

By the action of this hydrobromic acid upon a further quantity 
of glycol, water and ethylenic bromohydrate are produced, and 
the latter reacting upon the diethylenic glycol converts' it into 
triethylenic glycol and hydrobromic acid : 

QHgO(OH)3 + CjH^Br(OH)-C5Hji,Oj(OH),+ HBr, 

and by a similar cycle of operations, tetrethylenic glycol is 
produced from triethylenic glycol, &c. 

CnH2n_B(OH)2 SERIES OF DIHYDRIC ALCOHOLS — ORCINS, 
AROMATIC GLYCOLS, AND ALCOHOLS OF THE SALIGENIN SERIES. 

These are derived from the hydrocarbons of tlie C„H2n_g 
series, by methods in principle the same as those which give 
rise to the monohydric alcohols of the C„H2„_j(0H) series, 

Tlie series includes three classes of metameric compounds : 
the orcins,'Ca.^ aromatic glycols, 3nA\h^ alcohols of the saligenin 
series. The manner in which the members of these three 
classes are related will be evident on inspection of the fol- 
lowing formulEe : 
„ „ ,„„, jOH |0H jCIl,-OH 

Orcid. Saligeoin. Xylene Glycol. 

Preparation of the Oralis. ~i. By fusion of the potassic salts 
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of the disulphonic acids obtained by the action of sulphuric 
acid on the hydrocarbons of the C„H2n_6 series witJi potassic 
hydrate ; 

C<,Ha„_g + 2H2SO4 = C„H2„_g(SOsH)5 + 2OH,; 
C„H5„^s(S03K)2 + 2KHO =C^Hj„_8(OH)5 + 2K2SO3. 

2, Similarly from the monosulphonic acids derived from 
the phenols. 

3, By fusion of the mono-haloid derivatives of the phenols 
with potassic hydrate, e.g. ; 

C„H^_8C1{0H) + KHO = C„H2,_s{OH)2 + KCl. 

The first term of the series of the composition CfiH4(OH)j 
includes three isomerides, Resordn, Fyrocatechi/i, and Hydro- 
quimne. 

Resorcin is obtained by the acrioa of potassic hydrate on 
benzenedisulphonic acid, C(H4(S03H)2 ; on phenolparasul- 
phonic acid, C8H4(OH)(S03H) ; and on paraiodophenol, 
CgH I(OH) but s be prejared by fusing galbanum resin 

h po ss c hjdra e It cr)stallises from water in tabular 

)stals o pn ns wl ch mel at 99°. It forms a dark 

let colou ed 1 qu d w 1 fere chloride, and reduces an 
on cal solu on of a gent c nitrate at the boiJing-heaC 

P R ATECH N s obta ned ly the action of potassic hy- 
dra e on phenohne asulphon c acid, or on raetaiodophenol, 
a d t J he d y d st 11 t on of c echin and a number of other 
all ed egetable substances It crystallises from water in 
laminje which melt at rrfi" ; it yields a dark green colour- 
ation with solutions of ferric salts, and is further distinguished 
from resorcin by forming a white precipitate on the addition 
of plumbic acetate to its aqueous solution. 

Hydroquinone is a product of the dry distillation of 
quinic acid, and is also obtained by fusion of orthoiodophenol 
with potassic hydrate. It crystallises in rhombic crystals, 
and melts at 177°. It is readily distinguished from resorcin 
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am! pjTocatechin by its conversion into quinone on oxida- 
tioni C6H,(0H)a + = CgH^Oa + OH^. Quinonu is 
readily reconverted into hydroquinone by the action of 
nascent hydrogen. 

Orcin, CsH3(CHg)fOH)a, appears to exist ready formed 
in all the lichens used for the preparation of archil, cudbear, 
and litmus. It has been prepared synthetically by fusing 
the potassic salt of the sulphonic acid obtained by the action 
of sulphuric acid on monochlorotoluene with potassic hy- 

CjHsCKSOaK) -(- 2KHO ^ C,H6(0H)s + KCl + K.SOg. 

It crystallises from water in colourless six-sided prisms 
which melt at 86°. By the combined action of oxygen and 
ammonia it is converted into orcein, CiH^NOg, an uncrys- 
lallisable substance, which dissolves in alcohol, forming a 
deep scarlet solution and in aqueous alkalies with violet- 
red colour Oicem is present among other colouring mat- 
ters m commercial archil A number of isomerides of orcin 
have been prepared but little is known of them. 

Both resorc n and orcin yield well- characterised haloid 
and intro derivatives when acted upon by the halogens and 
nitric acid Haloid denvatu es of pyrocatechin are not known. 
Haloid derivatives of hydroqmnone are formed by the action 
of nascent hydrogen on the corresponding derivatives of 
quinone, thus tetrachloro quinone is converted by the action 
of aqueous sulphurous acid into tetrachlorhydro quinone : 

CeCIjOa -f HjSOs -(- OH^ = C^Cl.iliO)^ -V H2SO4. 

Salicylic Alcohol {Saligenin) is obtained from salicin, a 
crystalline substance contained in the leaves of poplar, 
^villow, and several other trees. On heating with diluted 
sulphuric acid, or on digestion with synaptase, or saliva, 
salicin is resolved into sahgenin and glucose . 

C6H4(OH).CH2(OC6Hi,05) + OH^ = CgHiaOe -I- 
C6H4(OH).CHs(OH}. 
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Saligenin crystallises in colourless nacreous scales ; it melts 
at 82°; on oxidation it is converted into salicylic aldehyde, 
C«H,(0H1.C0H. 

Xylene Glycol, C6H,{CH5.0H)g, is prepared by digest- 
ing the dichlorinated derivative of paraxylene, obtained by the 
action of chlorine on the boiling xylene, with water at 1 70". 
It forms crystalline needles which melt at 112"; on oxida- 
tion it is converted into terephthalic acid, C6Hj(C0.0H)j. 

CnH2a_i(OH)3 SERIES OF TRIHYDRIC ALCOHOLS. 

These may be regarded as the trihydroxyl substitution- 
derivatives of the paraffins. Two members of the series are 
known, viz. : 

Glycerin C,H6(OH)3 

Amylglycerin .... C4Hj(OH)3. 

Glycerin, C3H6(0H)3 = C(CH2.0H)aH.0H.— Most 
animal and vegetable fats and fixed oils' are mixtures of 
ethereal salts formed from glycerin and acids of the acetic and 
oleic series. Thus mutton and beef fat consists mainly of 
stearin or stearic glyceride ; palm oil is chiefly palmitic gly- 
ceride i^paltmtin) ; olive oil is an oleic glyceride {plehi). 
These glycerides are decomposed by heating with water, 
yielding glycerin and an acid, thus ; 
CgHjCCieHasOa)^ + 3OH2 = C^HsfOH)^ + ^C^^^^O^. 

Stearin. Glycerin. Stearic acid. 

Glycerin is largely obtained as a by-product in the manu- 
facture of jiJi^^, from the fats and fixed oils : the oil or fat is heated 
with an alkaline solution, whereby glycerin and an alkaline salt, 
or soap, as it is termed, are produced, thus ;* 

C3H5(C;aH330,), + 3NaHO=C3H (OH) 3C H N O 

' These oils (palm oil, olive oil, So.) t m d fi d b tl y 

cannot be distilled without undei^ing d po t n trad t 

tion to the turpentine oils, which volatili h g d 

^ The decomposition of ethereal salts by ca t 11. 1 1 b an 

alcohol and a metallic salt are formed, mm Ij des gnated by the 
general term ' saponification. ' 
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The soap is separated from the solution by the addition of 
common salt and the solution of sodie chloride (in which the 
soaps are insoluble) and glycerin is drawn off : this spent-lye, as 
it is termed, is then submitted to distillation, in a current of 
superheated steam. The glycerin passes over with a certain 
proportion of water, the greater part of which may be removed 
from it by evaporation, and the whole may be driven off by 
heating in. vacuo to a temperature below the boilJng-point of 
glycerin, 

Ordinary hard soap is a mixture of sodic stearate, palmit-ate, 
and oleate ; soft soap consists of the corresponding potassic 
salts ; lead plaster is a plumbic oleate obt-ained by heating olive 
oil with plumbic oxide. Lime soap is obtained by saponifying 
the fats with slaked lime ; lime soaps are insoluble in water, andr 
the heavy curd formed on adding soap solution to hard wafer 
is a precipitate of iime soap formed by double decomposition 
from the calcic salts dissolved in the water and the soda soap : 
2C,aHg5Na05 + CaCO, = (CisH,j05),Ca + Na^CO,. 



Glycerin is now prepared on the large scale by the decom- 
position of the fats and oils by distillation in an atmosphere 
of superheated steam. The fats or oils are placed in a still, 
heated to a temperature between 290^-310°, and superheated 
steam passed up through them ; the glycerin then distils 
over with the steam, and the acids remain in the still. 

The synthesis of glycerin has been effected by digesting 
trichlorhydrin, one of the several isomeric trichloropropanes, 
formed on heating propylene chloride (dichloropropane) with 
iodine chloride, with water in closed tubes at 170° : 

CaHjCla + aOHj = CjHa(OH)j + 3HCI. 

Properties. — Glycerin cannot be distilled under the oriji- 
nary atmospheric pressure without undergoing decompositi 
but passes over undecoraposed under a pressure of 50 ii 
of mercury at about 2,10^, it also distib without deci 
position in an atmosphere of steam. It is a syrupy, colouc- 
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less, inodorous liquid, sweet to the taste, and neutral to test- 
paper, which is soluble in. water in all proportions. 

Reaciimis. — i. Glycerin is converted by careful oxidation 
by nitric acid into glyceric acid, but at the same time much 
oxalic add is produced : CaHgOg +05 = CgHoOj + OHj. 
Glyceric acid cannot be fiuther oxidised without under- 
going decomposition into acids containing fewer units of 
carbon, the chief among which is oxalic acid, HjCbO,. 

z. Glycerin is converted by the action of hydrochloric or 
hydrobromic acid, or of the corresponding haloid phos- 
phorus compounds, into so-called chlor- or hromhydrins. 
The action of the haloid acids takes place by two stages ; at 
the first, monocMor- or monohromkydrin, at the second, 
dichlor- or dibromhydrin, is produced : 

1. C3H5(OH)3 + HCl = CgH.ClCOH)^ ,+ OH, ; 

2. CsHsCKOH)^ + HCl = C5H5CI2.OH + OH2. 

Phosphorus pentachloride and bromide have the same 
action, but also give rise to the formation of a third product, 
trichlor- or tribromhydrin : 

CaHjCla-OH + PCI5 = CgH^Cla -|- POCij + PICl. 

The second product of the action of hydrocUoric acid on 
glycerin is a mixture of two isomeric dichlorh.ydrins, which 
boi! respectively at 174° and 182°, The latter of these is iden- 
tical with the product of the action of chlorine on aliylic alcohol. 
Trichlorhydrin and tribronihydrin are respectively identical 
with aliylic trichloride and tribromide ; the former is among the 
products of the action of iodine chloride on propylene chloride. 
The chlor- and hromhydrins lose the elements of hydrochloric or 
hydrobromic acid when submitted to the action of potassic or 
sodic hydrate ; thus monochlbrhydrin, C,HjC!{0H)5,is converted 
into Glycide, C,HsO.OH ; and dichlorhydrin, CsH„Cl,. OH, yields 
epicHorhydrin, CjHjClO. Epichlorhydrin behaves as an unsatu- 
rated compound, and combines with water to form monochlor- 
hydrin, when heated with it under pressure; it unites with hydro- 
chloric acid to form the dichlorhydrin boiling at 174°, and since 



by Google 



Action of Hydrlodic Acid on Glycerin. i8i 

both the above-mentioned dichlorhydrins yield the same epichlor- 
hyd/in on treatment with potassic hydrate, pure dichlorhydrin 
(B.P. 174") may be obtained from glycerin by converting the 
mixture of dichlorhydrins into cpichlorhydrin, and acting upon 
this with hydrochloric acid. 

Monochlorhydrin is converted by the action of nascent hydro- 
gen into propylene glycol, CjH5(0H)j; dichlorhydrin from 
epichlorhydrin similarly treated yields isopropyJic alcohol : 

C(CHaCl)jH.OH + 2H3 = C(CH^5H.OH + 2HCl; 
whilst the isomeride from allylic alcohol yields propylic alcohol. 

3. Hydriodic acid and phosphorus iodide convert glycerin 
into allylic iodide, besides which propylene and isopropylic 
iodide are also obtained. 

The fonnation of allylic iodide is represented by the equation: 
CsH5(0H)j + 3HI = C3H-I + 13 + 30Hj. 

At the same time, by the action of the hydriodic acid on the 
primary product, allylic iodide, the above-mentioned secondary 
products arc fonned, thus : 

C^H.I + HI = I5 + CjHg ; C^^HJ + 2HI - 1, + QH,!. 

The primary product of the action of phosphorus iodide is 
also allylic iodide : Q.Q^lOYi\ + P,]^ = 2C3H J + 2H,P0, + !, ; 
more or less hydriodic acid, however, is also produced, which 
reacts on the allylic iodide, as above explained. 

It is said that, under certain conditions, the action of hy- 
driodic acid on glycerin forms a complex product of the for- 
mula: CeH,iIO, = 2C3H,0,-30Hj + HI, and it is suggested 
that this product is possibly identical with acompound containing 
iodine, present in cod-liver oiL 

4. When heated alone or with dehydrating agents, gly- 
cerin is decomposed with formation of acrolein, C3H4O, 
recognised \>y its intensely irritating acrid odour, and other 
products : CaHjOg = 2OH3 -{- C3H4O. 

5. By heating glycerin with the organic acids in closed 
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vessels, so-called glycerides or glyceric ethers are produced. 
The proportions in which the acid and glycerin enter 
into reaction vary according to the proportions in which 
they are mixed, the temperature to which the mixture is 
subjected, and the time during which the heating is con- 
tinued. Thus acetic acid and glycerin yield monacetm, 
C3H5(OH)s(CaH302) ; diai:etin, C^'E^{0'S){Cil^iO^)^ ; 
and triacetin, C3H5(C2H302)3 ; which are formed in the 
manner indicated by the equation :-— 
CsH5(OH)3 + HC2H3O2 = Q^49^)4f^J^zO^) -V OHa. 

In this way Berthelot has succeeded in preparing Tri- 
stearin, Tripalmitin, and Triolein, from stearic, palmitic, and 
oleic adds and glycerin, the bodies thus obtained being found 
identical in all respects with stearin, palmitin, and olein 
from natural fats. 

6. Glyceric ethereal salts are also obtained by the action 
of the mineral oxyacids on glycerin. Thus glycerin is 
converted into the so-called nitroglycerin by adding it to a 
carefully cooled mixture of nitric and sulphuric acids. The 
formation of this compound from glycerin and nitric acid is 
analogous to that of ttlacetin from glycerin and acetic acid : 

C3H5{OH}3 + sHCaHgOg = gOHg + Q^.SS^^iO^^. 
CsH,(0H)3 + sHNOa = 3OH2 + C3H,(NOa)3. 

Nitroglycerin, or glycerotrinitrin, as it is more cor- 
rectly tenned, is a light yellow, violently explosive, oily 
liquid, of sp. gr, r'6 at 15°. By the action of potassic hy- 
drate, it is converted into glycerin and potassic nitrate, just 
as tiiacetin is converted into glycerin and potassic acetate. 

7. It is said that an aqueous solution of glycerin in con- 
tact with beer-yeast is gradually converted into propionic 
acid ; this change is represented empirically by the equation ; 

C3Ha03 = CaHgOa -|- OH2, 
but is undoubtedly the result of a series of changes. 

Hosteo by Google 



Pyrogallol — Pkloroglucin. 1 8 3 

C„H2n_6(OI^)3 SERIES OF TRIHYDRIC ALCOHOLS. 

The only known members of this series are the so-called 
pyrogallic acid, or pyrogallol, as it is more appropriately 
termed, CeH3(OH)3, and its isomeride phloroglucin. 

Pyrogallol is obtained by dry distillation of gallic acid : 
C6H,(OH)3C02H = C6Hs(OH)3 + COj. 

The relation of pyrogallol to benzene is evident from the 
fact that it yields that hydrocarbon when distilled at a red 
heat over zinc-dust, and that gallic acid is obtaitied by 
fusing diiodosalicylic acid with potassic hydrate : 
C6Hsl3(OH)COaH-i-2KHO = C6Hs(OH)3CO,H + 2KI. 

Pyrogallol crystallises in long white flattened prisms; it 
melts at 115". The aqueous solution slowly absorbs oxygen 
on exposure to the air, becoming brown ; this change occurs 
very rapidly in presence of alkalies, hence a solution of 
pyrogallol and potassic hydrate is employed as an absorbent 
of oxygen in gas analysis. By the action of acetic chloride it Is 
converted into triacetopyrogallol, Q.^-^{<Z^-iO^)^ ; on treat- 
ment with bromine it yields tribromopyrogallol, CgBr3(OH)3. 

Phloroglucin is obtained on fusion of phloretin, catechin, 
kino, dragon's blood, quercitin, and a number of similar 
substances with potassic hydrate, Phloroglucin crystallises in 
large colourless prisms ni the composition CeHgOa-zOHa ; 
in the anhydrous condition it melts at 220°. Triaceto- 
phloroglucin, C6H3fC2H30i)3, is obtained from it on treat- 
ment with acetic chloride, and tribromophloroglucin on 
treatment with bromine. 

By the action of chlorine on an aqueous solution of 
phloroglucin, dichloracetic acid is produced : 

CeHjOs + 30Ha + eClj = sCjCI^HaOa -f 6HC1. 

Although phloroglucin Is regarded as a trioxy-derivative 
of benzene, this relation has never yet. been established 
experimentally, and appears doubtfuL 
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CnH|jn_2(OH)4 SERIES OF TETRAHYDRIC ALCOHOLS 

The only alcobol of this series at present known is Ery- 
thrite (p-yihromannite, pkydte), C4H6(OH)4, a saccharine 
substance which exists ready formed in Protococcus vulgaris, 
and which may also be obtained from any of the varieties of 
Rocella tindoria by boiling with excess of lime or baryta. 

It forms lai^a colouriess transparent crysta,ls, easily soluble 
in water. It is converted into a moniodo- derivative of the 
paraffin tetrane by distillation with hydriodic acid : 

C4H6(OH)4 + 7HI = C4H9I + 4OH2 -H 3I5. 

The iodotetrane tims obtained is convertible into secon- 
dary butylic alcohol (p. 158). Nitric acid converts erythrite 
into erythrotetraniirin (so-called nitroerythrite) : 

C4H«(OH)4 + 4HNOs = 4OH2 + Q^^<,i^O^^. 

CnHin_4(OH)6 SERIES OF HEXTIYDRIC ALCOHOLS. 

Mannite and Dulciie, two of the natural sugars, are mem- 
bers of this series. 

Mannite, C6Hg(OH)6,is the chief component of J:/iw/«i2, 
the dried sap of Fraxinus emus, from which it may be ex- 
tracted by boiling alcohol. It is also present in the sap of 
the apple, cherry, larch, and lime, in many seaweeds, and in 
mushrooms. It may be produced by the action of nascent 
hydrogen (sodium amalgam) on an aqueous soiution of cane 
sugar' inverted by boiling with a small quantity of sulphuric 
acid : CgHiaOe + H^ = CeHnOe. 

Mannite crystallises in colourless fora--sided prisms, or 
fine needles, easily soluble in water and alcohol, insoluble 
in ether ; it is slightly sweet mannite does not ferment m 
contact with yeast, nor does it reduce an alkahne solution 

' Such a solution contains a mixtuie of deitiose iiid l"nul]ae, both 
of which apparently yield manuitt 
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of cupric hydrate on boiling (distinction from the glucoses) ; 
it has no action on polarised light 

Hydriodic acid converts mannite into an iodohexane 
(/3-hexylic iodide), from which normal secondary hexylic 
alcohol may be obtained ; 

CfiHijOa + iiHI = Cf,Hi3l + 60H, + sig. 

It jields vanous ethereal salts when heited with acids 
such as acetic acid, &.C. , concentrated nitnc acid, for ex- 
ample, comerts it into so ci lied mtromannite (mannito- 
lieximtrm), C(,Hg{N03)6, a crystalline substance which de- 
tonates ■violendy by percussion, and is reconverted into 
inannite by the action of reducmg agents Mannite also 
forms metallic den\atives thus a cr} stall ne precipitate of 
tlie composition C(,H|oPb20g is produced on adding man- 
nite to an ammoniacal solution of plumbic acetate. 

Mannite yields two characteristic oxidation -products : 
mannitic acid, CsHijOj, obtained by moistening platinum 
black with mannite solution,' and saccharic acid, CgHioOg, 
the product of the action of dilute nitnc acid. 

DuLCiTE {du/an, dulcost., melampyj ite), C6Hj(0H)i;, the 
isomende of mmnite, has been produced artificially by the 
action of nascent hydrogen on inverted milk-sttgar (see 
lactose) Dulcite wis first obtamed from a substance of 
unknown origin, imported from Madagascar ; it may be ex- 
tracted from tiie expressed juice of Melampyrum nemorosum 
and other Melampyrum. species. 

Dulcite closely resembles mannite in properties, but crys- 
tallises in monociinic prisms (mannite in tricKnic prisms) 
and melts at 182° (mannite at 165°). When oxidised by 
nitric acid, it is converted into mudc acid, isomeric with 
saccharic acid. It yields the same iodohexane as mannite 
when heated with hydriodic acid, and is converted by con- 
centrated nitric acid into dulcitohexanitrin : CgHg(N03)e. 

eride of glucose, is obtained simut- 
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CARBOHYDRATES. 

Closely related to the above -described hexhydric alcohols 
are a class of compounds to which great interest attaches on 
account of their wide distribution, especially in the vegetable 
kingdom, which includes the sugars, starch, gum, cellulose, 
&C. The precise nature of the relation has not yet been 
satisfactorily ascertained, however, and even the formula 
assigned to many of these compounds are but the empirical 
expressions of their composition. 

The more important carbohydrates may conveniently be 
arranged in three groups, acconiing to their composition :— 

I. Group (glucoses). 

' Dextrose (Grape-sugar). 
L^vulose. 
CeHiaOe -! a- and /3-Galactose. 
Arabinose. 
Sorbin. Eucalyn. I no site. 

II. Group (saccharoses). 

' Saccharose (Cane-sugar). 
Maltose. 

Lactose (Milk-sugar). 
Arabin (Gum Arabic). 
Melitose. Melizitose. Trehalose. 



CisHaaOi, 



III. Group. 
n(C6H,oO.O • 



' Starch. Inulin. 
Dextrin. 
Glycogen, 
, Cellulose. 

Our knowledge of the chemical behaviour of the various 
carbohydrates is too limited to enable us to explain the 
relations which exist between the isomeric members of these 
several groups. 

The glucoses partake of the nature both of aldehydes and 
of alcohols ; they may be regarded, in fact, as pentahydric 
alcohols, and as the first aldehydes of the hexhydric alcohols 
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of the C„H2n_,(0H)e series derived from the paraffins. 

This relation will be evident on comparing the formula of 

tlie normal primary paraffin hexane with the formulae which 

are assigned to mamiite and to dextrose : — 

CHj /CH^.OH ,CH2.0H 

CHj CH.OH CH.OH 

CHit J CH.OH J CH.OH 

■ CHj 1 CH.OH 1 CH.OH 

CHi, CH.OH CH.OH 

^CHa ^CHj.OH '^COH 

Hexane. Manniie (dulclle). Desirose (Isvulose). 

I. Group. — Dextrose {Dextro-glucose, Ordinary Glucose, 
Grape-sugar), CgHi^Og.^ — This sugar is widely distributed 
throughout the vegetable kingdom ; it is present in the juice 
of ripe grapes and in fact of all ripe fruits, and it constitutes 
the solid crystalline portion of honey ; but in these cases it 
always occurs together with lEvuloSe, and usually also with 
cane- sugar .j-It is present in considerable quantity (even to the 
extent of ten per cent.) in diabetic urine, and is found in small 
quantities io nearly all anunal fluids, such as blood, chyle, in 
the liver, and in normal healthy urine, but unaccompanied by 
iKvulose. It is obtained from starch by boiling with dilute 
acids : 

nCeHioOs + nOHa = nCeHi^Oe. 

Starch. DeMTOse. 

Cellulose is also converted into dextrose by prolonged 
digestion with dilute acids. Dextrose is also a product 
of the action of dilute acids on many glucosides.' 

Dextrose is excessively soluble in water, and crystallises 
from a concentrated solution in cauliflower-like masses of 
the composition C^'K-^^O ^M^O ; from hot absolute alcohol 

' The glucosides are a class of natural products of frequent 
rence in plants, which on decomposition by water always furnish glU' 
cose, or a eonrespoadjng product, and a second body (see amj^dalin, 
EiLlicin, and tannin). 
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it crystallises in white anhydrous needles. It is less sweet 
than cane-sugar. -{■ Its solution turns a ray of polarised light 
to the right, hence the name dextro-glucose and dextrose. 

Dextrose unites with sodic chloride, forming a crys- 
talline body of the composition (CeHi205)j.NaCI.OH2. 
Highly unstable metallic derivatives of dextrose may be 
obtained by dissolving lime, baryta, or oxide of lead in an 
aqueous solution of dextrose and precipitating by alcohol ; 
the baric derivative has the composition (C|jH|,Oe)aBa. 

On heating dextrose it melts, and at about 170° water is 
given off and glucosanjCeHiQOj, formed; on further heating 
more water is produced and caramel results. 

Dextrose is slowly altered, even in the cold, by aqueous 
solutions of the alkalies or alkaline earths, and rapidly on 
heating, the liquid becoming first yellow and afterwards 
brown. It is readily oxidised, and therefore quickly reduces 
alkaline solutions of silver and copper salts, causing the 
precipitation of metallic silver or cuprous oxide. On boiling 
it with dilute sulphuric or hydrochloric acid, brown humus- 
like substances are formed. 

■" A dilute solution of dextrose mixed with yeast rapidly 
undergoes fermentation at a temperature of zo^-^s". 

Dilute nitric acid oxidises dextrose to saccharic acid, 
CfiHifiOg. Heated with acetic anhydride in an open vessel 
it forms triaceto dextrose, CgHsO 3(0^0302)3 ; but if a 
lai^e excess of anhydride be employed and the mixture 
heated to r6o° for some hours, an octaceto-derivative of the 
composition Ci2Ku03(C2H302)8 is obtained, which is either 
isomeric or identical with the compound got by heating 
cane sugar with acetic anhydride, 

LffivuLOSE, CsHisOg, occurs, as already n»enrioned, to- 
gether with dextrose in the juice of ripe fruits, honey, &c. 
It is obtained, together with an equal quantity of dextrose, on 
heating a solution of cane-sugar with dilute acids : 

C,sH220n + OH2 = C6H12O6 -f CeHiaOo, 
and may be separated from it by mixing the solution of in- 
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r, as the product is termed, with slaked lime. A solid 
calcium-derivative of tsevulose is formed which is separated 
by pressure from the solution containing the dextrose, then 
suspended in water, and decomposed by carbonic anhydride. 
On concentration of the filtered liquid, the Isevulose is ob- 
tained as a colourless uncrystallisable syrup, sweeter than 
dextrose.- 'A solution of Isevulose turns the polarised ray to the 
left and to a greater extent than dextrose turns the ray to 
the right ; hence fruit sugar, or inverted sugar, which is a 
mixture of equal proportions of dextrose and lievulose, 13 
iKvorotatory. IThe rotatory power of Ijevulose diminishes 
as the temperature of the solution rises, which is not tlie 
case with dextrose. Lsevulose is converted into Itevulosan, 
CeHioOs, isomeric with glucosan, on heating; it is more 
easily acted upon by acids than dextrose, and readily re- 
duces an alkaline solution of cupric hydrate. It ferments 
in contact with yeast, though somewhat less readily than dex- 
trose. Like dextrose it yields saccharic acid on oxidation.' 

Galactosi:, CgHiaOg. — On boiling an aqueous solution 
of milk-sugar to which a small quantity of sulphuric acid has 
been added, the lactose is converted into a mixture of a.- 
and /3-galactose. These two isomeric glucoses have not 
both been separately examined, but apparently a-galactose 
yields saccharic acid on oxidation, and is converted into 
mannite by the action of nascent hydrogen, ,6-galactose yield- 
ing mucic acid on oxidation and dulcite on reduction. Both 
are dextrorotatory, a-galactose to a greater extent than 
dextrose, and reduce an alkaline solution of cupric hydrate. 

Inosite, CgHijOe, is a varie^ of sugarwhich occurs in the 

' If an aqueous solution of dextrose is satuiated id the coid with 
chlorine and ai^entic oside then added until the liquid is neutral, the 
dextrose is converted wXa gluccmk add : C^iiOs-yGii = C^^^\Qf,\ 
CeH,jC1^0g + AgsO = CoHijO, + aAgCl. Lcevulose and sorbin, how- 
ever, when similarly treated are converted into glycollic acid, CaH^Oa- 
By healing a solution of lactose with bromine, and subsequently treatiog 
with argentic oxide, it is converted into lacteiuc acid, CbHioOj, whilst 
dextrin is converted into dextroiiic acid isomeric with glue 
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muscular substance of the heart, and in the lungs, kidnej'S, 
and liver ; it has also been extracted from green beans and 
the unripe fruit of P/iaseoitts vulgaris. It crystallises in 
large rhombic plates of the composition CgHuOe.HaO ; it 
is optically inactive, it does not reduce an alkaline solution 
of cupric hydrate, and it is not affected even by boiling with 
acids or alkalies. An aqueous solution of inosite does not fer- 
rnent in contact with yeast, but when mixed with chalk and 
sour cheese it undei^oes the lactic fermentation and is con- 
verted into lactic and butyiic acids. 

Litde is known of Sorbin, Eucalyn, and Inosite ; they are 
distinguished, however, from the remaining members of the 
group by the circumstance that they do not undergo fer- 
mentation when mixed with yeast, 

II. Group.- — The members of this group are doubtless 
the anhydrides of those of the first group above described, 
and bear to them the same relation that the polyethylenic 
glycols bear to the glycols. Hitherto, however, chemists 
have not succeeded in obtaining them from the glucoses, 
although they may readily be converted by the action of 
water into glucoses. 

Saccharose or Cam-sugar, CiaHjaOn. — This sugar-is 
very widely distributed throughout the vegetable kingdom, but 
the two chief sources from which it is obtained are the sugar- 
cane (Saccharum officinarum), cultivated in various tropical 
countries, and the sugar-beet, which is largely cultivated in 
Europe, more especially in Germany and France. 
J- Cane-sugar is exceedingly soluble in water, but sparingly 
soluble in alcohol ; it exercises a dextro-rotatory action on 
the polarised ray. It crystallises from an aqueous solution 
on slow evaporation in anhvdrous monoclinic prisms. -Vlf 
heated for some t n e at ibo t ^da", it is converted, vidthout 
loss of we ght nt ^ n vture of dextrose and lEevulosan ; if 
the heat nt. be cont nued vater separates and caramel is 
produced h cl on f rther heating yields a number of 
gaseous and 1 qu d decomposition-products and a carbo- 
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s mass. Cane-sugaj is at once decomposed by con- 
centrated sulphuric acid, with separation of carbon ; this 
behaviour serves to distinguish it from dextrose, which is not 
so rapidly affected. Cane-sugar is less readily decomposed 
tiian glucose on boiling with caustic alkalies ; and it only 
slowly and imperfectly reduces an alkaline solution of cupric 
hydrate on boiling, f Cane-sugar is not directly fermentable, 
but is first resolved, when its dilute aqueous solution is mixed 
with yeast and allowed to stand some time, into a mixture of 
dextrose and Irevulose, wh ch then und rg^ the ous fer- 
mentation. This inversion of suf,ar efftUed even by 
prolonged boiling with water b t the change occ rs more 
rapidly in the presence of ac ds wh ch ho ever at the same 
time, convert a portion of tl e s gir nto hu nus 1 ke [.roducts. 

Various metallic derivatives have been obtau ed from cane- 
sugar ; it also yields a number of ethereal salts : thus, by 
heating with a large excess of acetic anhydride, it is con- 
verted into octacetosaccharose, Ci2H,40ii(C2HaO)a. 

It yields saccharic acid on oxidation. 

Maltose, CtaHjaOn— i-This sugar is the end-product of 
the action of diastase on starch. It is crystallisable and dex- 
trorotatory, but differs from saccharose by reducing an alka- 
line solution of cupric hydrate, from which it precipitates 
about two-thirds as much cuprous oxide as dextrose. By 
prolonged warming with dilute acids maltose is converted 
into dextrose. 

Lactose, at Milk-sugar, CuHjaOn. — This sugar is an 
important constituent of milk, from which it may be ob- 
tained by evaporating the -whey which remains after the 
separation of the casein, either by the addition of rennet 
or of a small quantity of acid, to a syrup, and purifying the 
lactose which slowly crystallises out by recrystallisation. 
Lactose is far less soluble in water than cane-sugar, and has 
only a faint, sweet taste ; it rotates the polarised ray to the 
right to a somewhat less extent than cane-sugar. On boiling 
with an alkaline solution of cupric hydrate, it precipitates. 
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about seven-tenths as much cuprous oxide as dextrose. 
It yields both mucic and saccharic acid on oxidation. *Like 
cane-sugar, it only enters into vinous fermentation after its 
aqueous solution, mixed with yeast, has stood for some time, 
and is probably first converted into galactose. If decaying 
cheese and chalk be added to an aqueous solution of lactose, 
lai^e quantities oflactic add ate formed, but at the same time 
alcohol is always produced, especially if no chalk be added 
to neutralise the lactic acid as it forms. In other respects 
lactose closely resembles cane-sugar, but is on the whole a 
far more stable body. 

GuMS.~The gums are a class of substances of vegetable 
origin, more or lessclosely related to the sugars, many of them 
dissolve in water, but are precipitated on tlic addition of 
alcohol, -others merely swell up owing to the absorption 
of water and do not dissolve Some are of the same 
percentage composition as cane sugar, and others -ippeir to 
be of the same composition as litaTch but we possess little 
certain knowledge on this point, owing to the difficulty which 
exists of obtaining pure substances, most of the gums being 
more or less complex mixtures. 

The best known of the gums is gum arable, the dried exu- 
dation from various species of acacia growing in Arabia and 
Egypt, which is usually met with in the form of colourless or 
yellowish non-crystalline britde masses, soluble in water. 
Gum arable is not a pure substance, however, since on in- 
cineration it yields 3-4 per cent of ash consisting cliiefly of 
potassic, magnesic, and calcic carbonate ; moreover, speci- 
mens from different sources, when dissolved in water, do not 
affect a ray of polarised light to the same degree, some 
causing a rotation more or less to the left, others a rotation 
to the right The main constituent of gum arabic is an isd- 
meride of cane-sugar termed arabin — Ci2H220]i. The gum 
which oozes from chinks in the bark of cherry and plum trees 
contains, together with arabin, a considerable proportion of 
an insoluble modification termed metarabin, which merely 
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swells up to a jellylike mass when placed in water, but on 
treatment with alkalies is rapidly rendered soluble and con- 
verted into arabin. Arabin and metarabin appear to be 
normal constituents cf most plants, the latter being especially 
plentiful in the sugar-beet, which in some seasons also con- 
tains a considerable proportion of arabin in its sap, Arabin 
is soluble m water so long as it is kept moist, but when once 
dried it ceases to dissolve, and merely swells up in water; 
basic plumbic acetate produces in the aqueous solution to 
which ammonia has been added a white precipitate of the 
composition Ci2Hj9PbOj 

ARABtNOSE.— On heating arabin with diluted sulphuric 
acid a crystalline sugar, arabinose, CeHjsOg, isomeric with 
dextrose, is obtained. Arabinose has a more powerful dex- 
trorotatory action on a polarised ray of light than dextrose, 
although it has about the same amount of action on an 
alkaline solution of cupric hydrate ; it does not enter into 
the vinous fermentation m contact with yeast. Together 
with arabinose, a non-crystalline, apparently fermentable 
sugar, having dextrorotatory action, is obtained. On treat- 
ment of different specimens of gum arabic with diluted sul- 
phuric acid, arabinose and the non-crystalline sugar are 
obtained in varying proportions ; the arabin separated from 
the sugar-beet yields on inversion a proportionately larger 
quantity of arabinose, so that it is probable that gum arabic 
and arabin from sugar-beet are mixtures in different propor- 
tions of the same two compounds, one of which is strongly 
Ifevorotatory and convertible into arabinose, the other being 
dextrorotatory and convertible into a n on- crystalline sugar, 
this latter being predominant in most specimens of gum 
arabic. 

The roots of the mallow and of various species of orchis, 
linseed, and in fact most plants, contain mucilaginous sub- 
stances, all of which yield roucic acid on oxidation, and which 
ate apparently closely related to gum and the natural sugars. 

III. Group.— 5i(7'Y/i,nC6HioOa. — This substance is met 
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with ill more or less abundance in every plant. It is r.on- 
crystalline, but on examination under the microscope it 
appears to possess a kind of organised structure, being made 
up of a series of rings of varying degrees of transparency. 
The starch granules obtained from various plants differ both 
in form and size. Starch may easily be separated from such 
substances as potato, rice, or grain, by washing these in a 
state of fine division, on a sieve, with cold water ; whilst the 
cellular tissue remains on the sieve, the starch passes through 
with the liquid, and eventually settles down as a soft white 
powder, which may be collected, washed with cold water, 
and dried at a gentle heat. 

Starch is nearly insoluble in cold water, and in alcohol and 
most other liquids. If water containing starch in suspension 
be boiled, the granules burst and disappear, and a thick 
gelatinous mass is obtained if the proportion of starch is 
considerable ; with much water a limpid liquid, which will 
pass through filter-paper, is obtained, but it is probable tliat 
even in this case the starch is for the greater part suspended 
in the liquid in the form of a colourless jelly, and that only 
a small proportion is in solution. Characteristic of such a 
freshly-prepared so-called starch solution is the magnificent 
violet-blue coloui- which is communicated to it on the ad- 
dition of even traces of iodine. Chemical change rapidly 
takes place in such a liquid however : after a few days it is 
coloured brown by iodine, and eventually ceases altogether 
to yield a colour with iodine, f- Starch dissolves in very con- 
centrated nitric acid and is converted into so-called xyloidin, 
Ci!,H,sOs(N03)?. 

Dextrin, CsHjoOj. — By boiling starch-paste for a short 
time with dilute acids, or by the action of diastase (malt 
extract), it is converted ireto an isomeric non-CTystalline solid 
substance called dextrin, on account of its dextrorotatory 
power. Dextrin dissolves in water, and may be separated 
by the addition of alcohol, but combined with water as 
CgHi^Oj-HaO. In the pure state it probably does not 



by Google 



Timlin — Glycogeji — Cellulose. 195 

reduce an. alkaline copper solution, nor does it ferment wlien 
placed in contact with yeast. By the continued action of 
diastase it is converted into maltose, and by boiling with 
dilute acids it is eventually converted into dextrose. Its 
aqueous solution is either coloured brown or not at all 
by iodine according to the mode of preparation. 

Inulsn, nCfiHjoOs. — This substance is found in the root 
of Inula helenium, Helianihui tuierosus, Dahlia, and several 
other roots, and may be obtained by washing the rasped 
root with water, and allowing the inulin to settle down 
from the hquid. It is white, amorphous, and tasteless ; 
insoluble, or nearly so, in cold water, but readily soluble in 
boiling water. The solution is not precipitated by tannic 
acid, and is coloured brown by iodine. 

Inulin apparently bears the same relation to iKvulose that 
starch bears to dextrose, since it is converted by prolonged 
boiling with dilute acids into l;evulose. 

Glycogen, nCgHjoOs, is a substance of the same per- 
centage composition as starch, which occurs chiefly in the 
Hver of various animals. It may be extracted by boiling 
with water and precipitated by the addition of alcohol. Gly- 
cogen is a white amorphous tasteless body ; it dissolves in 
water forming an opalescent solution, which is coloured vio- 
let or brown-red by iodine ; it does not reduce an alkahnc 
solution of oipric hydrate, nor does it ferment in contact 
with yeast, but it is converted into dextrose on boiling with 
diluted sulphuric acid, or when placed in contact with dia- 
stase, saliva, or pancreatic fluid. 

Cellulose, or Lignm, nCaHipOs.— Ceilulose is the main 
constituent of the cells of which all vegetable structures are 
built up ; thus cotton is almost pure cellulose. Cellulose 
is colourless and transparent ; it is insoluble in water and 
alcohol, but is dissolved by an ammoniacal solution of cupric 
oxide, from which it is reprecipitated on the addition of acids 
in the form of white flocculi. Iodine does not colcmr it. 
If cellulose be placed in cold concentrated sulphuric add, it 
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is at first converted into a jelly-like substance which after a 
time dissolves ; if much water be then added, and the solu- 
tion heated for some hours, care being taken to replace the 
water as it evaporates, the cellulose is ultimately entirely 
converted into dextrose. Linen rags, for example, thus 
treated, furnish more than their own weight of dextrose. 

Nitric acid oxidises cellulose to oxalic acid, which is also 
produced when cellulose is heated with potassic hydrate. 

When acted upon by a mixture of concentrated nitric and 
sulphuric acids, cellulose yields a variety of nitration-products 
{cdlulonitrins), all more or less explosive, the nature of which 
depends on the strength of the acids employed and the 
length of time during which the cellulose is in contact with 
the acid mixture. Thus, if purified cotton-wool be steeped 
for some hours in a mixture of one volume nitric acid (sp. 
gr. 1-5) with three volumes concentrated sulphuric acid, it 
increases greatly in weight, and is converted, without under, 
going any change of form or in appearance, into pyroxylin, 
or gun-cotton (fellulotriniirin), the reaction which occurs 
being represented by the equation : 

CsH.oOg + 3HNO3 = C6HjO,(N03)3 -I- 3OH2. 

The compound so produced bears to cellulose exactly the 
same relation that ethylic nitrate bears to ethylic alcohol, 
or that glycerotrinitrin (nitroglycerin) bears to glycerin ; 
CsH5(0H), C2H5(N03); C3H5(OH)3, C^4:^0^^; 

Ethjlio alcohol. F-thylio nilrate. Glycerin. ClycerotrinUtm. 

cellulose being a trihydric alcohol, of which pyroxylin is the 
nitric ether : 

C6H,0;(OH)3 ; C(iH,0;(N03)3. 

Celklloit CclluLolrinitrin. 

Pyroxylin is insoluble in water, alcohol, and ether, but by 
employing less concentrated nitric acid, less highly nitrated 
compounds arfe produced, which are soluble in a mixture of 
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aicohol and ether. A solution of these compounds in alcohol- 
ether constitutes the well-known cellodion. 

The celluloniti'ins thus formed are all reconverted into 
cellulose by the action of reducing agents ; 

C6Hj02(N03)3 + jHj = CfiHioOs + sHNOj. 

Pectin. — Most plants, and especially unripe fleshy fruits 
and roots, such as that of the beet, carrot, turnip, &c., con- 
tain a substance termed pectose, insoluble in water, which 
cannot be separated unaltered from the cellulose on account 
of the extreme readmess with which it undergoes change. 
By the action of a ferment (pectase) present in fruits, or by 
warming with diluted acids or alkalies, pectose is in the first 
place converted into a soluble substance, pectin, which is 
largely contained in ripe fruits, and imparts to their juice the 
property of gelatinising when boiled. Pectin, however, 
readily undergoes further modification and yields a ntimber 
of products, al! of which are classed as pectous substances 
on account of their gelatinous character. These pectous 
substances are colourless and amorphous ; they are partly 
soluble, partly insoluble in water, but all insoluble in al- 
cohol ; they have no action on a polarised ray of light. 
Their composition cannot be considered as established ; 
and no direct relation between them and the members 
of the sugar group is at present traceable, although it 
can scarcely be doubted that the two groups are geneti- 
cally related, especially as mucic acid has been obtained by 
oxidation of some of the pectous substances. It Is probable 
that the relation between the various transformation- products 
of pectose is of a simple kind, and that the change consists 
in most cases merely in the assumption or elimination of the 
elements of water. 

Pectin is precipitated by alcohol as a jelly from dilute 
solution, in long threads from concentrated solutions. The 
aqueous solution, which is of a gummy consistence, is 
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neutral to test-paper, ^nd is not pretipitated b\ plumb 
acetate, but on boiling it lo'.es its gumraj consistence \rA 
yields a precipitate with plumbic acetate the pectin ln\iQg 
undergone conversion mfo pirtft tin—'\. substance which is 
always present together with pectin in npe fruit Parapectm 
is converted on boilmg with diluted acids into metapedtii, 
the aqueous solution of which redden'; 'itmus paper ind is 
precipitated by banc chlonde whereby it is distinguished 
from pectin and parapectm Metipectm is a constituent of 
over-ripe fruits. The composition of these three substance:, 
is approximately represented bj the formula C35H48O35 

The end-product of the action of pecrase on pectose is the 
so-called metapectic acid ; and it is said that all pectous sub- 
stances may be converted by the action of acids or alkalies 
either directly into this acid, or into products which yield 
this acid after further treatment. The formula CsH^jOg 
has been provisionally assigned to it, but this cannot be con- 
sidered as definitely established. 

FERMENTATION. 

Frequent allusion has been made to the peculiar decomposi- 
tion, technically termed fermentation, which most of the carbo- 
hydrates of the composition CjHjjOj undergo when, in contact 
In dilute aqueous solution with beer-yeast. Cane-sugar and its 
iSomerides do not undergo fennentation,but are rapidly converted, 
ntact with yeast, into compounds of the CgH|jOj group. 

In. the case of glucose and its isomerides, the change which 
occurs during the vinous fermentation induced by yeast con- 
sists in the main in the resolution of the sugar into ethylic 
alcohol and carbonic anhydride ' : CjHijOj = zQ^fi + 2C0j, 
but these are not the only products. The gas evolved invariably 
contains a small proportion of hydrogen, and apparently also 
traces of a hydrocarbon of the CnHjn + s series, and homologues 
of ethylic alcohol {i.e. propylic, tetrylic, pentylic, and hexylic 

' On an average, about 95 per cent, of tbe sugar appears to undergo 
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alcohols), glycerin,' mannite, acetic and succinic acid are also 
produced in small quantities. The progress of fermentation and 
the ratio between the products appear to be influenced both by 
temperature and by pressure. The limit of temperature within 
ivhich fermentation takes place most readily is about 2o''_4o''; 
at lower temperatures it proceeds very slowly, and ceases 
altogether at □". Fermentation appears to be retarded, accord- 
ing to recent observations," by a reduction of pressure, and at 
the same time the ratio between the carbonic anhydride and 
alcohol produced is not the same as when the fermentation 
occurs under ordinary pressures, a relatively larger proportion 
of carbonic anhydride being formed ; also the amount of hydro- 
gen evolved is greater, and proportionately more acetic acid is 
produced, when the fermentation is conducted in vacuo than 
when it is conducted under ordinary pressures. 

It is indispensable that the solution of sugar be not too con- 
centrated, otherwise fermentation takes place but imperfectly, 
owing probably to the action exercised by the resulting alcohol 
on the yeast ; on the other hand, it must not be too dilute, since 
ifthis be the case the fermentation is extremely slow and irregular. 

The nature of the process of vinous fermentation and of the 
part played by the yeast has long been a matter of speculation. 
Yeast consists of round or egg-shaped cells, about j^g of a milli- 
metre in diameter, which are formed of an outer wall of cellulose 
enclosing a liquid often containing what appear to be minute 
granules, In ordinary beer-yeast there are usually present, 
together with these cells of Torula cerevisia, cells of a second 
organism, Fenicillium glaucum, which are smaller and of a some- 
what different form. These latter may be roughly separated 
from the torula cells by filtering a quantity of water in which 
some yeast has been shaken up ; the penicillium cells then pass 
through with the liquid, whilst the larger torula cells remain 
in great part on the filter. It is found that whereas vinous 
fermentation ensues when the residue on the filter is added to a 
sugar solution, the addition of the filtered liquid to a similar 
solution causes it to undergo the lactic fermentation. 

' According to Pasteur, glycerin is formed to the amount of about 
3 per cent, of the sugar decomposed. 
' H, Brown, Journal of the Chemical Socidy^vfA. x. p. 5;o, xi. p. 573. 
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The yeast -cells grow and multiply in a fermenting liquid, but 
the presence of nitrogen, phosphorus, sulphur, potassium, and 
magnesium in the combined form (as ammonia, phosphate, sul- 
phate, &c.) appears to be absolutely essential to their growth, 
since otherwise the yeast after a time becomes inactive and 
incapable of inducing fermentation ; atmospheric oxygen is not 
required, however. Washed yeast suspended in water rapidly 
enters into fermentation at a temperature of 3o°-3S'', the cell- 
contents undergoing change with formation of alcohol and 
evolution of carbonic anhydride ; finally, inactive yeast-remaJQs 
containing proportionately less nitrogen than the original yeast, 
a portion of the nitrogen having gone into solution. Active cells 
contain a certain proportion of soluble nitrogenous constitusnts, 
but the nitrogenous substance in those which have become 
inactive is insoluble. The ash (7-8 per cent.) which is left on 
incineration of dry yeast consists chiefly of phosphates of the 
alkali and alkaline earthy metals. 

Pasteur, to whom we are indebted for a mass of most valu- 
able observations on the phenomena of fermentation, considers 
that the development of the yeast-cells is an essential part of 
the process of Jermentation, and that they live at the expense of 
the sugar, withdrawing from it a portion of the substance neces- 
sary to their continued growth and propagation, this withdrawal 
of a portion of its constituent matter causing the sugar to break 
up into simpler substances. 

According to Liebig, on the other hand, the decomposition of 
sugar on fermentation is not the result of the withdrawal from it 
of matter necessary to the growth of the yeast-cells, but is due 
to the impetus to change which is imparted to it by the chemical 
changes continuously occurring in its immediate neighbourhood 
in some unstable substance generated in the yeast-cells,' the 
state of vibration set up within the latter being propagated to 
the sugar particles and determining the breaking apait and re- 
arrangement of their constituent elements. According to this 
view, the continued growth of tlie yeast-cells is necessarj' 
simply in order that there may be a supply of the unstable sub- 

' An aqueous extract of yeast, prepared by shaking up yeast with 
cold water, rapidly conyerts cane-sugar into dextrose and l^evulose, but 
it cannot induce any further change. 
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stance, and to this extent only is it an essential part of the 
process. 

Several of the by-products of vinous fermentation are doubt- 
less the result of secondary action, and are not formed by the 
mere splitting up of the sugar, but at present a decision on this 
point can scarcely be arrived at, on account of the want of 
experimental evidence. Thus mannite and glycerin are in all 
probability products of tie action of nascent hydrogen, as are 
perhaps the homologues of ethylic alcohol which are produced,' 
whilst succinic acid is doubtless an oxidation-product. The 
source of the nascent hydrogen and oxygen is not far to seek, 
since there is reason to believe that water is decomposed into 
its elements during fermentation.. 

Yeast is capable of inducing change in substances other than 
members of the sugar group. Thus when a mixture of calcic 
malate with water and yeast is set aside in a ivarm place, car- 
bonic anhydride is evolved, and the malate is gradually converted 
into calcic succinate, acetate, and carbonate. This change may 
be empirically represented as foEows ; 

SC^H.Oj = aC^H^, + CjH.O, + 2CO5 + OH^. 

Milic acid. Succinic acid. Acstic acid," 

If the mixture become too hot, however, hydrogen is also 
evolved and comparatively little succinic acid is produced, but 
a large quantity of butyric acid, C^HjOj, It is evident that in 
this case a complex series of changes occur : Malic acid being 
monoxy succinic acid, C5H3(OH){COjH)j, its conversion into 
succinic acid, Q^IZ<:>^\, is doubtless due to reduction ; 
CjH3(OH){C05H)5 + Hj-C,Hj(COjH)j + OH^, the formation 
of butyric acid being the result of continued reduction : 
C,H,(C0,H), + 3Hi, = CjH,(C02H) + 20H5; whilst the acetic 
acid and carbonic anhydride are possibly oxidation-products. 
Other plant acids behave similarly, but in none of these cases 
has it been observed that the yeast-cells multiply. 

' It has recently been shown (Bouchardat, Comptea Reiidus, Ixxiii, 
looS) that by the action of nascent hydrogen (sodium amalgam) on a 
solution of glucose, there are produced together with mannile, isopro- 
pylic, amylic, and hexylic alcohols ; a solution of inverted milk-sugar 
similarly treated yielding dulcite in addition to these products. 
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A number of ferment-like substances exist in various plants 
which are capable of producing changes similar to those wliich 
occur when starch, or saccharose and its isomerides, are acted 
upon by saliva, malt-extract, yeast-water, &c. Thus the bitter 
almond contains, together with amygdaiin, a peculiar unstable 
nitrogenous substance termed emulsin, which converts amyg- 
daiin into benzoic aldehyde, glucose, and hydrocyanic acid ; ' and 
the seeds of black and white mustard contain a nitrogenous 
substance 7/zK''o«'«, which is capable of converting the potassic 
salt of myronic acid, a constituent of the black mustard seed, 
into glucose, allylic sulphocyanate and hydric potassic sulphate,^ 
The active matters in saliva, malt and yeast extract, &c., appear 
to be highly alterable nitrogenous compounds ; in common 
with emulsin and amygdaiin they entirely lose their power of 
causing the various changes which have been mentioned when 
heated in aqueous solution, even to a temperature considerably 
below that of boiling water, doubtless owing to their having 
undergone alteration, 

Lactous and Buiyrous Fermentation. — If a solution of cane or 
milk sugar be mixed with putrefying cheese, or milk, and chalk, 
and the mixture allowed to stand some days at a temperature of 
3o''-35°, the sugar is gradually converted into lactic acid : 
C8H„Oj = zC3He03. The function of the chalk is to neutralize 
the acid as it is formed, which would otherwise prevent the 
continuance of fermentation. 

If, after the conversion info lactic acid is complete, the action 
be allowed to continue, the calcic lactate gradually disappears 
and is ultimately in great part converted into calcic butyrate 
with evolution of hydrogen and carbonic anhydride ; acetic acid 
(C,H40j) and caproic acid (CgHjjO,) are also produced simulta- 
neously, and less hydrogen than is required by the equation 
^CjHjOa^ C^HjO, ■(■ aCOj -i- zH,, which assumes the entire con- 
version of the lactic into butyric acid, is evolved ; sometimes 
even pure carbonic anhydride is generated. This is perhaps in 
part explained by the fact that a portion of the butyric acid is 
reduced to butylic alcohol, which appears to be a constant pro- 
duct of butyrous fermentation : C^HjO, -f- zHj - C^Hj^O + OHj. 

■ CsoHa,NOu -I- 20Hs - C,H,iO -I- !C8Hi,0s + HCN. 
' CioHisNKSjOio = CaHi^O, + C,H,NS -^ KHSO,. 
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The active cause of both thelactous and bulyrous fermentation 
is apparently the Penidllmm glaucum. 

Mucous Fermmtation. — This is a peculiar deeompositicm 
undergone by sugar when in presence of certain nitrogenous 
substances. Thus the juice expressed from sugar beet when 
kept assumes a gummy consistence, but after a time again 
becomes liquid ; hydrogen and carbonic anhydride are evolved, 
and at the close of the fermentation the solution contains man- 
nite, a gum isomeric with arabin, a non-crysta His able sugar, and 
lactic acid. 

Acetous Feriiuntation. — The conversion of alcohol into acetic 
acid (vinegar manufacture) which takes place underthe influence 
of the so-called acetous ferment {Myccderma aceti), is doubtless 
a simple j(rocess of oxidation. At most the mycoderm acts as a 
carrier of atmospheric oxygen, which it absorbs within its pores, 
thereby bringing it into intimate contact with the alcohol In 
this respect the action of the mycoderm is perfectly comparable 
with that of finely-divided platinum, which at once determines 
the union with explosion of oxygen and hydrogen owing to the 
gases being brought into intimate contact within the pores or 
the platinum, and the oxidation of alcohol to aldehyde and 



MERCAPTANS OR T. 

The relation which these compounds bear to the alcohols is 

of precisely the same character as the relation which exists 

between the metallic sulphydrates and the metallic Jiydrates: 

CjHj.OH; CsHj-SH. NaOH ; NaSH. 

Elhylic hydraLe. Ethylk sulphydrate. Sodic hydrate. Sodie sulptiydralc. 

Mereaptans corresponding to the monohydric alcohols of 
theC„Hsp+i.OH, C„Hj„ i.OH,andC„Hs„ + j.OH'serJes; to 

' This series includes compounds of two classes, which correspond 
respectively to the phenols and to ben yl' al oh 1 and t li m Ic^-u 
The mercaplans of the former clas {h ph n Is^ nno be p epa ed y 
ihe action of metallic sulphydta es on h hal d de a he 

corresponding hydrocarbons ;bu hefheae a ae ead y 
obtained from the mono-haloid deci n d by h 

chlorine or bromine on the bo ng h b n h n p w h 
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the dihydric alcohols of the C„H2„(0H)a and C„H;„_ ^(OH), 
series ; and to the trihydric alcohols of the C„H2„_|(OH)3 
series, are known. Several compounds, infermediate between 
the alcohols and mercaptans have been obtained ; such as 

C2H4 j '^g intermediate between CgH^ f q^ and C2H4 j g^ 

{OH (OH 

and CaHsiOH and C3H5 ^ SH, intermediate between 
I SH t SH 

(OH [SH 

CaHsjOHandCaHj-^SH 
I OH tSH. 

General Methods of Formation.— \. By the action of potassic 
sulphydrate on haloid derivatives of the hydrocarbons of the 
CnHj„+2 si^d C^Hgn series, thus ; 

C„Hi„+iCl + KSH = C„H2„ + ,.SH + KCl 
QHb^CIs + 2KSH = C„H2„(SH)3 + zKCh 
QHj^.iClg + 3KSH = C„H2„_,(SH}3 + 3KCI. 

2. By distillation of the corresponding alcohols with phos- 
phorus pentasulphide, e.g. : 

5C„Hs„+i.0H + P^S^ = 5C„H,„+,.SH + P^Os. 

This method has hitherto only been applied to the pre- 
paration of mercaptans corresponding to monohydrlc alcohols 
oftheQH2„+,.OHandC„Ha„_j.OH series, but is doubtless 
of general application. 

3. By the action of nascent hydrogen on the acid chlorides 
derived from the sulphonic acids, for example : 

CflH5(SO2,0H) + PCI5 = C6H5(SOjCl) + POClg + HCl ; 

C,;A.i%O^C\) + 3H5 = CgHs-SH + HCl + aOHj. 
This method appears to be generally available. 
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4. The mode of preparing the compounds intermediate 
between the alcohols and mercaptans will be evident from 
the following examples ; 

CsH,{OH)sCl + KSH = CgH5(OH)2(SH) + KCl. 

MaaochLoihydr]n 

CgH5(0H)CIa + 2KSH = CaHsfOHXSH)^ + 2KCI. 

Dkhlorhydrin. 

Properties. — The mercaptans of the CnHj„+,.SH' and 
CnH2n_i.SH series are mobile colourless liquids ; those of 
the C„H2„(SH)2 and C„Ha„_ ,(SH)3 are viscid liquids which 
undei^o alteration on distillation ; the first term of the 
C„Hs„_,.SH series {Thiopheml, CsHj.SH) is a liquid, but its 
homologues are mostly crystalline. The only known mem- 
ber of the C„Hs„_s(SH)a series (Thioresorcin, C6H,{SH),) is 
a crystalline solid. Nearly all the mercaptans possess 
offensive alliaceous odours. The mercaptans yield metallic 
derivatives analogous to those obtained from the alcohols. 
These derivatives are bodies of considerable stability, and 
many of them are readily obtained in a crystalline condition ; 
they are formed from the m.ercaptajis by the action of metals, 
such as sodium and potassiiun, or of metallic oxides, such 
as mercuric oxide,* or by the addition of metallic salts, such 



' The followijig mercaptan 


of the CnHjn + j.SH 


obtained : 




Methylic salphydr 


te CH,.SH 


Ethylic 


C,H,.SH 


Isopropyiic „ 


CjH^.SH 57 


Isobutylic^ „ 


QHs.SH 


Isoamylic* „ 


CjH.i.SH about i 



These are derived from the alcohoU of fert 

' The name mercaptan (from corpus m'.ratiio aptunt), which has now 

become generic, was originally applied to the first -discovered member 

of the class (ethylic sulphydrale, CjH^.SH) on account ot the energetic 

reaction whicli occurs when it is brought in contact mlh mercuric oxide. 
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as plumbic acetate and mercuric chloride, to their alcoholic 
solutions. 

Most characteristic of the mercaptans, however, is their 
behaviour on oxidation by nitric acid, whereby they are 
ultimately converted into sulphonic acids, thus : 

2C„H2„ + ,.SH + 3O2 = 2C„H2„4,,.S03H. 
C„H5^(SH)3 + 30a = C„H,^(S03H)j. 



CHAPTER VIL 



The ethers are a class of compounds bearing to the alco- 
hols precisely the same relation that the metallic oxide'^ bear 
to the metallic hydrates ; they may, in fact, conveniently be 
regarded as oxides of radicles of which the alcohols may be 
considered to be the hydrates, thus 1 



ggjlo; C.H..OH. 


Na|Q. 


Na.OH. 


Elhylicoiide Elhyllc hydrate 
(ethyUc einer). (elhyiic akuhol). 


SodiCDiLde. 


Sodlc hydrate. 






C.H.O, C,H.(gg 


BaO; 


B-lgg. 


Echylenic oicide, Elhylenis hydrate. 


Esricoide. 


Baric hydrate. 



General Methods of Preparation. — The ethers of the 
(C„H3„+02O' (QHj„_|)20 and(C„Ha„^,)sO series, corre- 
sponding to the monohydric alcohols ot tlie ethylic, allylic, 
and benzylic series, are obtained by the action of the mono- 
haloid derivatives' of the corresponding hydrocarbons on the 

' Only such mono-haloid derivatives as are convertible into, or are 
derived from, corresponding alcohols are available, howevei*. For 
example, the inonochloropropylene (allylic chloride) derived from allylic 
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sodium or potassium derivatives of the corresponding al- 
cohols, e.g. : 

R'l + R'.ONa = R'.O.R' + Nal' 

If the mono-haloid derivative taken is derived from, or 
convertible into, an alcohol identical with that from which 
the metallic derivative employed is formed, so-calied simple 
akers are obtained ; if it is derived from, or convertible 
into, an isomeric, homologous, or isologous alcohol, so- 
called mixed ethers are produced. Thus by the action 
of ethylic iodide (iodethane) on sodic ethylate {C2H5I + 
CsH5.0Na=NaI+C2H5.0.C2Hj) the simple ether, ethylic 
oxide is obtained, which is metameric with the mixed ether, 
propylicmethylicoxide,{C^i)''O.Ca3, formed by the action of 
propylic iodide (a -iodopropane) on sodic methylate, and with 
the isomeric ether isopropylic methylic oxide, {i^^-^O.CYl^y 
from isopropylic iodide (/3-iodopropane). Similarly, by the 
action of the mono-haloid derivatives of the paraffins on the 
metalhc derivatives of allylic alcohol, or by the action 
of allylic chloride, bromide, or iodide on the sodium or 
potassium derivatives of the monohydric alcohols derived 
from the paraffins, a series of mixed ethers of the form 
CnHjj+i.O.CjHjare obtained. Other series of mixed ethers 
are produced by the action of the mono-haloid derivatives 
corresponding to the alcohols of the ethylic, allylic, and 
benzylic series on the sodium derivatives of the phenols, e.g. : 

CfiHs.ONa + CaH^r = Q^^-O-Q^^^ + Nal. 

CgHj.ONa + C3H5Cl = CgH5.0.C3H5 + NaCl. 

A second general method of preparing simple and mixed 

alcohol readily lends itself to this i-eacdon, but the isomeric monochloro- 
propylene which is the first product of the action of polassic hydrate on 
dichloropropane, and wMch cannot be converted into a corresponding 
alcohol, is resolved into allylene and hydrochloric acid. 

I In this equation R denotes a radicle of die CnHso+i,CnHjo„i, or 
C„H,„,, series. 
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etliers corresponding to the alcohols of the ethylic and 
allylic series consists in acting upon the acid ethereal salts 
formed from the alcohols and sulphuric acid with the alcohols 
of these series, thus ; 

C„H2„^.,.0H + HsS04 = C„H5,+,.HSO.| + OH^ ; 
CnHs^+i.OH + C„H2„+i.HS04 = CaH2n+i.0,C„Hs„ + , 
+ H3SO4. 

N"either of the above methods is available for the prepara- 
tion of ethers corresponding to the phenols. Only one such 
compound is known, phenylk ether, obtained by fusing 
piienol with diazobenzene sulphate : 
C6H5(N-5HS04) + CsHj-OH = (CeHa)^© + N^ + HsSO,. 

The ethers corresponding to the dihydric alcohols, the 
glycols, are prepared by the withdrawal of hydrochloric acid, 
by the action of potassic hydrate, from the chlorhydrins 
formed from these alcohols by the action of hydrochloric 
acid : 

C„H,„(0H)3 + HCl = OHa + C„H5„(0H)CI ; 

C„Hs„CI(OH) + KHO = K-Cl + OH^ + C^Ha^O. 

Numerous mixed ethers are obtained by the action of 
mono-haloid hydrocarbon derivatives on the sodium deriva- 
tives of the glycols, e.g. : 

CjH,(0Na)2 + 2CH3I = CjH4(OCH3)2 + ^Nal. 

The ether of the trihydric alcohol glycerin is obtained, 
together with other products, on heating glycerin with calcic 
chloride ; 

2C3H5(OH)3 = 3OH, + (CaHsj.O,. 

It is a colourless somewhat thick liquid. A compound inter- 
mediate between this glyceric ether and glycerin, bearing to' 
them the same relation that bismuthous hydrate, EiO(OH}, 
bears to bismuthic oxide, BijOj, and to bismuthic hydrate, 
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Bi(0H)3, is produced by acting upon the monochlorhydrin 
of glycerin with potassic hydrate : 
CjHjCKOHja + KHO = CgHsOCOH) + KCl + OH3. 

Numerous mixed ethers have been obtained by the action 
of the chlorhydrins of glycerin on the sodium- derivatives of 
the alcohols of the ethylic and allylic series. 

Little is known of the ethers of other series than the above- 
mentioned. 

General Properties of the Ethers. — The simple and mixed 
ethers derived from the monohydric alcohols of tlie ethylic 
and allylic series are colourless mobile liquids. By pro- 
longed heating with water they are resolved into their gene- 
rators, the alcohols : 

R.O.R 4- OH2 = R.OH -I- R.OH. 

On digesting them with concentrated sulphuric acid the cor- 
responding acid ethereal sulphates are produced : 

R.O,R -f HiS04 = R.OH -[- RHSO^ ; 

R.OH -I- HiS04 = RHSO, + OH3. 
They are similarly decomposed on heating with concentrated 
aqueous solutions of the haloid acids : 

R.O.R -f HCl = RCl + R.OH ; 

R.OH -i- HCl = RCl -(- OHj; 
and by the action of phosphoric chloride : 

R.O.R -I- PCls = RCl -I- RCl + POCI3. 

The mixed ethers of the form C„Hsn-TO.C^Ha„+i' de- 
rived from the phenols behave somewhat differently. They 
are decomposed by the haloid acids (most readily by hy- 
driodic acid) in the manner represented by the equation : 
C„Hio-7-0.C„H,,+, -)- HI = C„Hi„_,.OH + C„H,„+iI; 

' These are generically termed aiiiwls, Ihe first member of the series, 
CHj.O.CbHs, having received the name anhol on account of its 
formation from anisic acid. 
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and on treating with concentrated sulphuric acid are con- 
verted into sulphonic acids : 
C„H,^,.0.C„Hj,+i + HjS0,= 0H, + C„H5„_,(HS0,).0.C„H,„+,. 

The ethers derived from the phenols appear to be still 
more stable compounds. Thus phenylic ether (a crystalline 
compound melting at z8° and distilling at 348°) is not 
affected by heating with a concentrated aqueous solution of 
hydriodic acid to 250° ; concentrated sulphuric acid converts 
it into the disulphonic acid (CgH4.HS03)90. 

The ethers derived from the glycols are far less inert com- 
pounds than the ethers derived from the monohydric alco- 
hols; they combine with water (to reproduce the glycols), 
the haloid acids, acetic anhydride, &c., thus : 

C„Hj„0 + OH2 = C„H3„(0H),; 
C„Hj„0 + HCl = QHs„Cl (OH) ; 

CJi^S> + (C2H30)20 = C„H5^(O.C2H30)2. 

These changes are readily effected by gently heating the 
ethers with the respective reagents in closed vessels. 

Ethylic Oxide {Ethylic Ether, Ether), C4H10O = 
{(l^^^O. — Preparation. — On tlie large scale ether is always 
prepared by the so-called continuous process :— 

A mixture of 5 parts of 90 per cent, alcohol with 9 parts of 
concentrated sulphuric acid is heated to a temperature of 140°- 
145° in a vessel provided with an efficient condenser, and a 
constant stream of alcohol allowed to flow in, the rate of 
flow being so regulated as to maintain the temperature at about 
140°. Water and ether distil over together, the formation ol 
the latter being the result of two separate and successive 
changes ; the alcohol is in the first instance converted into 
hydric ethylic sulphate (sulphovinic acid), which by the action 
of a further quantity of alcohol is converted into ether and sul- 
phuric acid, thus : 

1. QH^.OH + HjSO, = OH^ + C5H5.HSO,; 

2. C,H,.OH + CjH.-HSO^ = (CjH5),0 + H^SO^. 
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The acid thus liberated again enters into reaction with alco- 
hol, and is again liberated, and this cycle of changes is repeated 
over and over again. TheoreticaZly the same quantity of acid 
should convert an unlimited quantity of alcohol into ether ; 
practically, however, this is not the case,' partly in consequence 
of the retention of water by the acid which thus becomes too 
dilute to etherify the alcohol, partly in consequence of the 
occurrence of carbonisation and oxidation at the expense of the 
sulphuric acid. If, in the first place, a mixture of some other 
alcohol than the ethylic with sulphuric acid be taken and ethylic 
alcohol be tteii added gradually, a mixed ether is produced ; thus, 
supposing amylic alcohol be taken, ethylic amylie ether is 
obtained : 

CjHu.OH + H5SO, = OHj + C,H„.HSO^; 

CaHj.OH + CjHii.HSO^ = CjHj.O.CsH,, + H^SO^. 

Properties. — Ethylic oxide is a colourless very mobile 
liquid, having a peculiar exhilarating odour; it is very vo- 
latile, boiling at 35°. 5 — the vapour forms a highly explosive 
mixture with air; it is somewhat soluble in water, and mis- 
cible in all proportions with alcohol. Ethylic oxide combines 
with bromine, with evolution of heat, forming a crystalline 
compound {CjHipOBrgjj, which is decomposed by water 
into its generators. By the action of chlorine on ethylic 
oxide a series of substitution-products is obtained, namely : 

GjH.CLO.CaH, CaHClj O.C2H5 

C^HjCVO.CsHj CaCVO.CjHs. 

C^HXla.O.CjHs 

By the prolonged action of chlorine in sunshine it is ultimately 
converted into the perchlorinated derivative, CjClj.O.CjCl^. 
The homologous ethers * closely resemble ethylic oxide. 

' The 9 parts of acid suffice to convert about 35 parts of alcohol 
into ether. 

' The following ethers derived from normal primarj' alcohols of the 
ethylic series ace known : — 
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THIO-ETHERS. 

Whereas the ethers are the analogues of the metalUc 
oxides, the thio-ethers are the analogues of the metallic 
sulphides : they bear the same relation to the mercaptans or 
thio-alcohols that the ethers bear to the alcohols : 
CaHs-SH ; CaH.^.S.CsHj ; CaHj.OH ; C2H5.O.C3H,. 

Thio-ethers have been obtained by thra following general 
methods : — 

1. By the action of mono-ha'oid derivatives of the hydro- 
carbons of the C„Hj„+2, C„H2„, and C^H^^^g' series ok 
potassic or sodic sulphide, e.g. ; 

2C„Hj„^.iBr + KaS = {CJii^+i).,S + aKBr. 

2. By the action of mono-haloid derivatives of the hydro- 
carbons of the C„H2n+i, C^H^n, and C„Hjn„6' series on the 
sodic or potassic derivatives of the mercaptans, e.g ; 
C„H2„_,I + C„H5„+,.SNa = Nal-f C„Hj„ + i,S.C„H2„_i. 

This method is applicable to the formation of mixed thio- 
ethers corresponding to the anisols from thiophenols. 

3. By distillation of the lead derivatives of the mer- 
captans : 

{C„H2„+|S)i,Pb = (C„H2„+i).iS + PbS. 

B.-P. 

Methjlic ether . . CjHeO =CH:..O.CH, ^21= 

Methylicelhylit ether . CaHjO =CH,.O.C,H, +11" 

Elhylic ether . . C,H,pO = C,H,.O.C,H, 3S=,5 

Methylic propyUc ether CsH,20-CH,,.0,CaH, 49-52° 

Ethylic propylic ether . C^H.jO ^C^Hs.O.QH, 68-70' 

Propylic ether . . CeHi,0-C3H,.0.C:,H, 85-86° 

Butylic ether . . C8HisO = CjHi,.O.CiH„ 141° 

I The chlorinated and brominated derivatives of toluene and ils 
homologues obtained by the action of chlorine or bromine on the 
boiling hydrocarbons are alone available. 
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This mcth:>d is available for the preparation of simple 
thio-ethers from the thiophenols in tact it is generally 
applicable whenever the thio ether to be produced is capable 
of being distilled unchanged 

General Propettm — With fen exceptions the thio-ethers 
are colourless or yellow liquid bodies po'^&essing character- 
istic offensue odours The thio-^thers of the (C H2„^.,)2S 
and (C Hj j^s seiies unite directlj with the, moniodo- 
paraffins and olefines obtained bj the act on of hydriodic 
acid on the alcohols of the eth>liL and alhlic series, to 
form a remarkable senes ol cnstalhne compounds ; e.g. ; 

(C„H.„^.i),b + C„H2„ + ,I = (C„Hj„+,)3S"I- 

These compounds are convened by the action of moist 
argentic oxide into the corresponding hydrates : 

2(CnH5„+,)3SI-|-Ag20-|-OHa=2(C,H,,+ ,)3S-OH + 2AgI. 

These hydrates closely resemble the metallic hydrates ; their 
aqueous solutions are strongly caustic, exhibit an alkaline 
reaction, and precipitate metallic hydrates from solutions of 
metallic salts, thus : 

2(C„H2„+i)3S,OH + ZnSO, = 

Zn(0H)2 + 2[(C„H2„+,)3S]S04. 

The corresponding chlorides form crystalline douljie salts 
with platinic chloride : 

2{C„H2,+ i}3SCl + PtCl, = 2{C„H2„+|)3SC!, PtCU. 

On oxidation the thio-ethers are directly converted into 
compounds of the form R^SO, or RgSOj ; the ethers of the 
(C„H2„+,)2S and {Q,Ha„_,)sS series yielding compounds 
of both classes, whilst die ethers of the (C„H5„_j)bS series 
derived from the thiophenols appear to yield only com- 
pounds of the latter class. 

Analogues of the metallic disulphides R'^Sj are obtained 
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by the action of the halogens on the metallic derivatives of 
the mercaptans, e.g. : 

2C„H2„_-.SNa + I, = sNal + {0.^^^-,)^^^ ; 

and by careful oxidation of the mercaptans : 

3C„H,„+,.SH -(- = OHa + (C„Hj„+i),,S2. 

These sulphides are reconverted into mercaptans by the 
action of nascent hydrogen : 



CHAPTER VI 11, 

ALDEHVDES. 



The aldehydes are a class of compounds intermediate 
between the /^^warv alcohols and the corresponding acids, 
and are formed from the alcohols by the simple withdrawal 
of hydrogen— hence the name aldehyde, which is an abbre- 
viation of alcohol dehydrogmatiim. The monohydric primary 
alcohols are converted into the corresponding aldehydes by 
the withdrawal of two units of hydrogen ; the dihydric by 
the withdrawal of four units ; in short, a. primary alcohol 
which is «-hydric is converted into the corresponding alde- 
hyde by the withdrawal of ara units of hydrogen. The 
aldehydes are the first products of the oxidation of the 
primary alcohols ; they are characterised and distinguished 
from the ketones, which are similarly related to the secondary 
alcohols, by the fact that they are converted on oxidation 
into acids containing the same number of units of carbon, 
the change consisting in the assumption of an amount of 
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oxygen equivalent to the amount of hydrogen withdrawn in 
the formation of the aldehyde from the primary alcohol 1 
C^HsO-H^ = CaHjO ; C2H4O + O = CaHjO^. 

Alcohol. Aldehyde. Aldehyde. Acetic acid. 

The methods employed in the formation of ihe primary 
monohydric alcohols, and their behaviour with reagerits, 
have led to their representation by the general expression 
R.CHj(OH), E. being a monad hydrocarbon gronp or 
radicle ; in other words, the group (CHa-OH) is regarded 
as common to the monohydric primary alcohols , similarh, 
the polyhydric primary alcohols, which are rahjdnc, are 
formulated as containing the group (CH^.OH) n times. 
On the other hand, a consideration of the reactions giving 
rise to the formation of aldehydes and their chemical beha- 
viour, has led to the assumption tliat in the conversion of 
the primary alcohols into aldehydes, the group (CHs.OH) 
is alone affected, and is converted into the group {COH). 
Hence the aldehydes d n d m n onohydric alcohols are 
generally represented b} h p e on R'.COH, and the 
monobasic adds form d f n h n by oxidation by the for- 
mula R'.CO(OH); tl 1 n b t\ een the three series 
of compounds, as a co ] n n f h following general for- 
mula will show, is thu f n m ly simple character : 
(R' (R' 

1(0H)' Ih 

Mpnohydcic alcohol. Aldehyde. 

At present we are only acquainted with aldehydes derived 
from monohydric and dihydric alcohols ; those correspond- 
ing to the more important lower terms of the CoHjn ,. i.OH, 
QHj„_,.OH,andC„Hj„_j.OH series of monohydric aU 
cohols have been chiefly studied, and we have little or no 
knowledge of the higher terms of the series. 
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ALDEHYDES OF THE COMPOSITION R'.COH. 

General Methods of Formation. — i. By the oxidation of 
the primary alcohols : 

aR'.CHaCOH) + 02 = 2R'.C0H + aOH^.' 

I It is usually supposed that the change which occurs on oxidation 
of the alcohols consist* simply in the withdrawal of Hj from the 
CHa(OH) group and the simultaneous lesolution of the monad (OH) 
group into its constituents, thus : 

R'.CH,(OH) + O - OH, + R'.C(OH) = R'.COH. 

There is some probability, however, attaching to the assumption that 
the formation of the aldehyde is the result of two distinct changes, the 
first of which consists in the production of a compound of the form 
R'.CH(OH](OH), which is sutsequently broken up into the aldehyde 
and water, the former of these chains being brought about either {d\ 
by the direct addition of oxygen to the alcohol, or {d) by the combined 
influence of the nascent ox^en and water, or (c) perhaps by the agency 
ofhydroxyl (hydric peroxide, (OH]j) itself, thus ; 

[a) R'.CH3(0H) + 0-RXH(0H),. 

{/•] R'.CHa{OH).fO + OH^ = R'.CH(OH)5 + OH„. 

(() R'.CH,{0H) + [0H)j = R'.CH(OH]„ + 0H.. 
R'.CH(0H)5-R'.C0H + 0HV ■ 

Ii! support of this hypothesis is the fact that the aldehydes are known to 
form unstable compounds with water of the composition R'.CH(0H)2, 
which are readily broken up into the aldehyde and water. 

The same applies to the secondary alcohols which yield ketones on 
oxidation (see p. 149, and ketones), thus ; 

R'.,.CH(OH) + O + OH, = K',.C(OH), + OH^ ; 
R'a,C(OH)s - R'XO + OH5. 

Ill the case of the tertiary alcohols. R'3.C(OH| (see p. 149), the 
first change possibly consists in the resolution of the alcohol into a com- 
pound of theformR'j.C(OH)5, which is subsequently resolved into a 
ketone and water, and an alcohol of the fonn R'. OH which at once 
undergoes further oxidation. Thus in the case of dimethylisopropyl- 
carbinol, which yields acetone and acetic acid on oxidation, the reactioB 
Bjay be resolved into the following phases : 
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2. By dry distillation of an intimate mixture of calcic, 
potassic, or sodic formate and the corresponding metallic 
salt of a monobasic acid : 

HCO{ONa) + R'.CO(Na) = R'.COH + NaaCOs- 
General Properties. — i. The aldehydes exhibit a remark- 
able tendency to suffer change, and, as a rule, can only be pre- 
served unaltered for any length of time if perfectly pure ; the 
presence of mere traces of impurity often suffices to ensure 
their gradual conversion, either into polymeric substances, 
or condensation -products (see acetic aldehyde). 

i. The aldehydes are readily converted by oxidation into 
corresponding acids, often by mere exposure to the air. In 
all cases this change is rapidly effected on warming with 
argentic oxide and water : metallic silver is deposited, the 
silver salt of the acid remaining in solution : 

H'.COH -I- AgjO = R'.CO(OH) -fAgj ; 
zR'.CO(OH) -Y AgsO = 3R'.CO(0Ag) -H OH,. 

3. By the action of nascent hydrogen ' the aldehydes are 
converted into the corresponding monohydric alcohols : 

R'.COH 4- H3 = R'.CH2(0H). 

[CH, /CH3 

I (OH) t (OH) 

CH(CHs}5, OH -(- + OH, = C(CH3),{0H)s + OH, ; 
zCjCHsWOH), - aOHa + 2C0(CH3),. 
The acetic acid produced results from the oxidation of the acetone. 

This example, moreover, is a striking illustration of the law w'hich 
appears to govern these changes, viz. : that if the tertiary alcohol which 
is oxidised contain dissimilar groups, the ketone which is formed always 
contains the two most stable — usually the least complex — groups,, the 
least stable — usually the most complex — group being split off and at 
once further oxidised. 

' The hydrogen evolved by the action of metals on diluted acids is 
not generally available for this purpose ; usually sodium amalgam is 
addeil to' a solution of the aldehyde in Vfater. 
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Often the fixation of hydrogen is accompanied by condensa- 
tion, and a dihydric alcohol is also produced, thus : 



sR'.COH + Hs 



(CR'H.OH 
■ tcR'H.OH. 



4. ^Vhen heated with fused potassic hydrate, the alde- 
hydes are converted into the potassic salts of the corre- 
sponding acids : 

R'.COH -F KHO = R',CO(OK) + Hj. 

In many cases the hydrogen thus set free reacts at the 
moment of liberation on a portion of the aldehyde, and 
converts it into the corresponding alcohol (see p. 170). 

5. By the action of phosphorus pentachloride or bromide, 
the oxygen of aldehydes may be replaced by the equivalent 
amount of chlorine or bromine, thus : 

R'.COH + PCI5 = R'.CHCli -f POCI3. 

6. By the action of chlorine, when certain precautions 
are observed, the aldehydes are converted into the corte- 
spondii^ acid chlorides (see acetic aldehyde) : 

R'.COH -f- Cls = R'.COCl + HCL 

7. The aldehydes combine directly with the acid sul- 
phites of the alkali metals, forming crystalKne compounds, 
from which the aldehydes niay be again obtained on treat- 
ment with a mineral acid or an alkaline carbonate : 

R'.COH -!- HNaSOj = R'.CH(0H)(NaS03). 

These compounds afford a ready means of purifying alde- 
hydes. 

8. The aldehydes of the acetic or C^n^ ^ i.COH series 
combine directly with ammonia, forming crystalline com- 
pounds, the so-called aldehyde-ammonias : 

CnHs„+,.COH -h NHj = C„H2„+„CH(QH){NHa). 
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The aldehydes of the acryhc or C„H,„_i.COH series 
appear to behave differently — thus acrolein yields the com- 
pound QH9NO : 

2C3H,,0 + NHs = OH5 + CfiHgNO. 

By the action of ammonia on the aldehydes of the benzoic 
and allied series, the whole of the oxygen of the aldehyde is 
at once eliminated in the form of water, and so called 
hydramides are produced ■- 
3C„H2„_,.COH + 2NH3 = 3OH, + (C„H2„_,.CH)3"Na. 

The aldeh) de immomas are mostly resolved into the 
aldehyde and in ammonic lalt on treatment with acids; 
on heating either alone or with dehydrating agents, the 
oxygen the) contam is pirtiall} or wholly removed in the 
form of water, and ammonia also split off, and a series of 
basic condensation \\<:i^<::X%,e%aidines%rAaldines, is formed.' 

9. By the action of aniline on the aldehydes, numerous 
phenylated-aldines are produced, the oxygen of the aldehyde 
being eliminated in the form of water ; thus in the case of 
acetic aldehyde : 

2N(CoH5)H2 + CjH^O = OHs + N2(CbH5)s(CsH,)H3. 
aNiCsHsJHa + 2C2H4O = 2OH2 + N2(C6H5},(C2H4), 

Considerable interest attaches to many of the products thus obtained 
Thus Schiff has recently shown that on digestingiiormal butyric alde- 
hyde with an alcoholic solution of ammonia, it is converted in 
dibalyraldine, CbH„NO = aCHjO + NH:,- OH, ; and that ondiydi 
tilktion this product is converted into a substance of the same composi- 
tion as Conine, CsHijN, the poisonous alkaloid contained in hemlock. 
This artificial Conine possesses almost all the properties of natural 
Conine, with which, however, it appears to be isomeric and not identi- 
cal, natural Conine being probably a der' ^tive of isobutytic aldehyde. 
Similarly, Baeyer has shown that by submitting acrolein-ammonia — 
CeHgNO— to dry distillation, it is converted into /jVoffn— CbH,N— 
a basic substance formed by the destructive distillation of animal 
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The aldehydes behave similarly with urea : hy their 
action on a concentrated aqueous or alcoholic solution of 
urea so-called diureides are produced, thus : 

2CONSH4 + C„H„0' = OH, + C„H„(CON2H3), ; 
whilst by their action on dry urea triureides are formed : 

CONaHjip jj 
3CON2H/+ 2C„H„0 = zOHa + C0N.,ri3 " " 

and similarly even still more complex compounds may be 
obtained. The ureides are readily resolved by the action of 
boiling water, or diluted acids, into the aldehydes and urea. 

10. The aldehydes combine directly with hydrocyanic acid; 
on heating the compounds formed with dilute hydrochloric 
acid, oxy-acids containing one unit of carbon more than the 
aldehyde employed are produced (see lactic acid) -. 

R'.COH + HCN = R'.CH(OH)(.CN) ; 
R'.CH(OH)(CN) + 2OH2 = R'.CH(0H)(C0.0H) + NH3. 

Correspondmg amido-acids are obtained on digesting the 
aldeh)de ammonias (p. zi8) with hydrocyanic acid, and 
subsequently heating the product with dilute hydrochloric 

R'.CH(0H){NH2) + HCN = R'.CH(CN)(NH2) + OH,; 
R'.CH(NHj)(CN) + HCl + 2OH, = 

NH4CI + R'.CH(NH2)(C0.0H). 

11. Many of the aldehydes also combine with such com- 
pounds as monochlorethane (ethylic chloride)— CaHsCl, 
acetic chloride— C2H3OCI, acetic anhydride— (C2H30)90, 
alcohol, hydrochloric acid, and water. All these additive 
compounds are highly unstable, however, and are readily 
resolved into their components. 

This expression denotes generally an aldehyde derived from a 
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CH8.C0H 


2 2° 


C,H,.COH 


48° 5 


CHj^.COH 


75° 


CsH,8.C0H 


6o''-62'^ 


C^H/.COH 


!02° 


C,H/.COH 


93° 


C,H,,3.C0H 




CeH.a'.COH 


152° 


CgHieO 


i;i°-i7f 


CieHgjO 


melts at 52' 



Aldehydes of the Acetic Series. 2: 

C„Hj„^.|.COH OR ACETIC SERIES OF ALDEHYDES. 

The following members of the series are known ' r— 

C-P, 

Formic or methylic aldehyde H.COH gaseous. 
* Acetic or elhylic 
•propionic or propylic 
•Butyric or tetrylic 

I so butyric or isotetrylic 
'Valeric or pentylic 
flsovaleric or isopentylic 
fCaproic or hexylic 
*CEnanthylic or heptylic 

Caprylic or octylic* 

Palmitic or hexdecyjic 

Formic or Methyljc Aldehyde, CH2O = HCOH. — 

' Doubtless every alcohol R'.OH is convertible into a correspond- 
ing add R'.CO(OH)--(see acids, preparation of, p. 242)— capable in 
turn of yielding a corresponding aldehyde R'.COH. The aldehydes 
derived from primary alcohols may be termed primary, those derived 
froro secondary termed secondary, those derived from tertiary termed 
tertiary ; and the aldehydes derived from isoprimaiy, isosecondary, or 
isotertiary alcohols termed isoprimary, &c. Thus : — 



The aldehydes marked thus * in the above list are normal primary 
aWehydes, being derived from normal primary alcohols ; those marked 
+ are Isoprunary and are derived from the isoprimary alcohols of fer- 
mentation. Isobutyric aldehyde, obtained by osidising isoprhnaiy 
butylic alcohol, may be regarded as the first lerrn of the series of nor- 
mal secondary aldehydes of the acetic series. It will be noticed that 
the rise in boiling-point in the series of normal primary aldehydes 
corresponding to each addition of CHj is about 26°. 

' From castor-oil (see ricinoleii acid). 
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Until recently all attempts to prepare this aldehyde by the 
ordinary methods had proved unsuccessful, but Hofmann 
has shown that if certain precautions are observed it may be 
obtained by oxidation of methylic alcohol. 

A current of air chained with vapour of the alcohol is directed 
upoa an incandescent spiral of platinum wire suspended in a 
tubulated glass bottle, and afterwards passed through tubes 
surrounded by a refrigerating mixture. The heat generated by 
the oxidation of the alcohol is sufficient to keep the wire in a 
state of glow if the air-current be properly regulated. The liquid 
which condenses in the tubes is a solution of formic aldehyde in 
methylic alcohol which at once reduces an ammoniacal solution 
of argentic nitrate, the aldehyde being oxidised to formic acid. 
It is not possible, however, to isolate the aldehyde from this 
solution ; if the alcohol be evaporated by exposure of the 
liquid over sulphuric acid in vacuo, a yellowish-white amorplious 
substance remains, which is apolymeride of formic aldehyde. 

This polymeride probably has the composition CjHgOs 
= 3CH30, and is identical with the ^o-csiA&^dioxymethylme, 
obtained by Butlerow by treating methylene iodide (diiodo- 
methane) with argentic oxide : a:CH2l2 -f^AgjO =.iCH30 
+ 2;cAgI. On heating, under reduced pressure (in Hof- 
mann's vapour- density apparatus, p. 22), it is converted into 
tiie gaseous normal aldehyde, CHjO, which, however, on 
cooling is slowly reconverted into the polymeride, so that it 
appears to have but an ephemeral existence. On passing 
sulphuretted hydrogen into the above-mentioned alcoholic 
solution, the aldehyde is converted into the corresponding 
thialdehyde, C^HgiS, ^ »=3), a white crystalline substance, 
melting at 216°'; the same compound is obtained by die 
action of nascent hydrogen on carbonic disulpliide : aCS^ 
+ z^Ha = CjHaiSj -}- ^SHj. By the action of ammonia 
on dioxy methylene (formic aldehyde) a crystalline compound 
{kexmelkyknaniine) of the formula CeHuNj = aC^HeOj 
+ 4NH3- 6OH2 is obtained. On boiling dioxyraethylene 
with a solution of baric hydrate, it is converted into 
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methyknitan and formic acid. M ethyl eni tan is said to 
have the composition CjHi^Og, but this does not appear 
to have been satisfactorily established ; in many respects 
it closely resembles the natural sugars, and on this account 
a renewed investigation of the reaction is much to be 
desired. 

The liquid product of the dry distillation of calcic formate 
[(HCO.O)aCa] contains a considerable proportion of me- 
thylic alcohol ; it appears probable that formic aldehyde is 
first formed, but is converted by the action of hydrogen, 
simultaneously evolved, into methylic alcohol, thus : 

(HCO.O)sCa = H^ + CO + CaCOj. 

{HCO.O)2Ca = HCOH + CaCOj ; 
HCOH + H, = CH3.OH. 

According to recent researches of Baeyer, formic aldehyde 
is a body capable of entering into reaction with a very large 
number of compounds of various classes. In the case of the 
hydrocarbons of the aromatic series, the primary reaction ap- 
pears always to be of the character indicated by the equation : 

CH,0 + 2C,Hs,_e = OH5 + CHa (C,Hs„_,), ;' 

the product thus obtained, however, may, and indeed often 
does, in turn react with a further portion of the aldehyde in 
a similar manner. The phenols, resorcin, pyrogallol, and 
the oxy-acids, such as salicylic acid, gallic acid, &c., are also 
attacked by formic aldehyde : water is eliminated, and new 
complex compounds result.^ Reactions of this kind, which 

' See dipkeixyhnethaiie. 

' To effect these changes Baeyer employs either a solution of the 
aldehyde in acetic acid prepared by heating methylene iodide (CHjIj) 
with acetic acid and ai^entic acetate at 100° and subsequently digesting 
the portion of the product which passes over on distillation at 130=- 
170" with an equal weight of water in closed tubes at loo", or mtikylal, 
CH2(OCHa)5 (p. 230). The acetic solution, or the methylal, is 
dissolved together with the substance to be acted upon in glacial 
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appear moreover to be specially characteristic of the ■alde- 
hydes as a class,' claim the attention of the vegetable physi- 
ologist There can be little doubt that formic aldehyde is 
one of the first substances generated in the plant from the 
carbonic anhydride and water which are absorbed and de- 
composed within the plant, apparently under the combined 
influence of the chlorophyl and sunlight ; it may be supposed 
that carbonic anhydride is reduced to carbonic oxide, and 
water simultaneously resolved into its elements oxygen and 
hydrogen, and that the latter and carbonic oxide unite 
to produce formic aldehyde* : 

COj = O -H CO ; OH3 = O -H H; ; CO -i- Ha = CHjO. 

Acetic or Ethylic Aldehyde, C2H4O = CH3.COH, 
commonly known as aldehyde, is the first product of the 
action of nearly every oxidising agent on ethylic alcohol ; it 

acetic acid, and concentrated sulphuric acid then cautiously added ; 
the product is usually extracted from the mixture by shaking with 
elher. Mesitylejie {p. 136) treated in this mamier yields a crystal- 
line hydrscarbon, dmeiityl»Ktkane—CH,iC,Rii]t — which is formed 
with such readiness that the reaction may be employed as a means of 
detecting either formic aldehyde or mesityiene ; thus dimesitylmethane 
is even obtained with the aid of a mixture of cold solutions of chromic 
anhydride and melhylic alcohol in glacial acetic acid, proving that undK 
these circumstances melhylic alcohol is normally oxidised to formic 
aldehyde, although the latter cannot he isolated by ordinary means. 

' All aldehydes which can be mixed with concentrated sulphuric 
acid without undergomg alteration appear, to react in the manner indi- 
cated wilh aromatic hydrocarbons; but the various changes which lake 
place rapidly on heating, or which are induced and hastened by the 
eropioyment of dehydrating agents such as sulphuric add, &c., doubtless 
can occur at ordinary temperatures, and without such extraneous aid, 
i.e. under conditions similar to those which obtain in plants, although 
necessarily in a slow and gradual manner, 

' Recent experiments of Sir B, Brodie and the brothers Thenard 
tend lo show that formic aldehyde is produced when a mixture of car- 
bonic aside and hydrc^n gas is submitted to the action of the silent 
electric dischai^e. 
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is most conveniently prepared with the aid of a mixture of 
potassic dichromate solution and sulphuric acid. 

The product is In all cases more or less contaminated with 
alcohol and acetic acid ; it is therefore allowed to remain for 
some hours in contact with about its own weight of calcic chlo- 
ride and then distilled ; the distillate is mixed with thrice the 
volume of ether and saturated with ammonia gas, the crystalline 
aldehyde-ammonia which forms is collected, washed with ether, 
pressed between folds of bibulous paper, and decomposed by 
distillation with diluted sulphuric acid on the water bath ; finally 
the distillate is digested with calcic chloride and rectified. 

Aldehyde is a colourless mobile liquid, possessing a pe- 
culiar characteristic ethereal, but suffocating odour ; it boils 
at 22°, and at 0° has the. specific gravity •?>o^°. Aldehyde 
is soluble in all proportions in water and alcohol j it is 
neutral to test paper, but gradually becomes acid on exposure 
to the air. All oxidising agents rapidly convert aldehyde 
into acetic acid ; on warming an aqueous solution lo which 
argentic nitrate and a drop of ammonia has been added, a 
brilliant film of metallic silver is deposited on the inner 
siuface of the vessel. On heating aldehyde with an aqueous 
or alcoholic solution of potassic hydrate, a brown resinous 
substance, the so-called aldehyde -re sin, is produced ; similar 
products are obtained fi-om all the homologous aldehydes of 
the acetic series. Aldehyde dropped upon molten potassic 
hydrate is converted into potassic acetate. On passing 
sulphuretted hydrogen into an aqueous solution of aldehyde, 
a heavy oil is thrown down, which is a compound of aldehyde 
with thialdehyde, and is resolveci by treatment with acids 
into these two bodies. Thialdehyde crystallises in white 
needles having an alliaceous odour; the determination of 
its vapour-density has shown that it has the composition 
CsHijSa, so that it does not correspond to aldehyde C;H40, 
but to the polymeride of aldehyde, C^HiaO,. 

Polymerides of Aldehyde. — Pure aldehyde may be preserved 
luichanged in closed vessels, but on the addition of mere 
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traces of hydrochloric, sulphurous, or sulphuric acid, or of 
zincic chloride, &c., &c., it is noticed that the liquid soon 
becomes spontaneously heated, and to such a degree that it 
even enters into ebulhtion, the aldehyde being almost entirely 
converted into paraldehyde, CfiHuOa = 3C2H4O. Paralde- 
hyde is a clear colourless liquid at ordinary temperatures, 
boiling at 124°, but if cooled to below 10° it solidifies to a 
white crystalline mass ; on distillation with a small quantity 
of sulphuric acid it is reconverted into aldehyde. 

A second polymeride, metaldehyde, C^iH^j-O^, is obtained 
if, on the addition of either of the above-mentioned substances, 
■the aldehyde be carefully cooled by a refrigerating mixture ; 
■after some time white crystalline needles of metaldehyde 
separate fi:om the liquid. The relation of metaldehyde to 
■aldehyde has not yet been ascertained ; it is reconverted 
onto aldehyde on heating. 

Condensation Products of Aldehyde. — i. The main product 
■of the action of sodium amalgam upon an aqueous solution 
■of aldehyde is ethyKc alcohol, but if the solution be main- 
itained slightly acid by repeated additions of hydrochloric 
<acid, a small quantity of butylene-glycol {C4H,|j02) is also 
produced : 2C2H4O -h H^ = C4H,oO,. 

2. If a mixture of aldehyde, water, and hydrochloric 
acid, which has stood about fourteen days, be neutralised 
with sodic carbonate, and shaken up with ether, the latter 
extracts a viscid colourless liquid of the composition 
,C4HgO|j. The reaction which gives rise to the formation of 
oidol,3& this productistermed,probablyincludes the phases : 
CH3.COH -F HCl = CH3.CHC1{0H) ; 
CH3.CHC1(0H) -t- CHj.COH = 

CHj.CH(0H).CH3.C0H H- HCl. 

Aldol is the aldehyde of an oxybutyric acid ; it is con- 
verted into butylene-glycol by the action of nascent hydrogen, 
and into oxybutjTic acid on oxidation by argentic oxide ; on 
distillation it is split up into water and crotonic aldehyde. 



by Google 



Action of Chlorine on Aldehyde. 227 

3. If pure aldehyde is heated with a very small quantity of 
:incic chloride and a few drops of water in closed vessels, 
rs, at 100°, it is in a great measure con- 
aldehyde, C^HfiO = aCaH^O-OHj, 
quid boiling at 104° ; higher condensa- 
ich little is known, are also formed 
ill quantities of numerous Other sub- 
d sulphurous acid, carbonic chloride, 
capable of tlius converting aldehyde 
de ; moreover, the change may be 
wly, at ordinary atmospheric tempera- 
; of large quantities of water. The for- 
Idehyde is probably preceded by that 
n of aldehyde to butylene glycol, aldol, 
iiiu L.1UIU11H. iiuciij^e is indicated by the following formulae ; 



(CH3 
icOH 
JCH3 ■ 
ICOH 



CH, 
CH(OH) . 

,CH2(0H) 

Siitytene-glycoK' 



CH3 rcHj 

CH(OH) . J CH 

CHj ' I CH ' 

COH IcOH 



Action of Chhrine on Aldehyde. — -The products of the 
action of chlorine vary greatly, according to the conditions 
of experiment. If aldehyde be introduced into a large 
flask fUled with chloi;ine, violent reaction ensues, and acetic 
chloride is produced : CH3.COH + Cl^ = CH3.COCI + 
HCl. The same result obtains'on passing chlorine into a 
well-cooled solution of aldehyde in carbonic tetrachloride 
exposed to sunshine. In both cases a certain quantity of 
a compound of aldehyde and acetic chloride, CaHjO, 
CbHjOCI = CH3.CHCl(O.CaH30), is produced. 

' Butylene -glycol is probably formed in the manner indicated by the 
following equations : 

2CH3.CH(0H);, = CH3.CH(0H).CH,.CH(0H)^ + OHai 
CH3.CH(OH).CH,.CH(OH)a + H, = 

CH3.CH(0H).CH,.CHa(0H) + OH,. 
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If, however, chlorine be passed into aldeJiyde, which at 
first is well cooled, but afterwards heated to lOo", until it 
ceases to be absorbed, the product consists of irichlorono- 
toiiic aldehyde, CjHjClaO. In this case, bv the first action 
of the chlorine, hydrochloric acid is produced, wherebj the 
aldehyde is converted into crotonic aldehjde, and by the 
continued action of chlorine the latter is transformed into 
trie hi oro crotonic aldehyde. 

If aldehyde be mixed with water, or a moderately dilute 
aqueous solution of hydrochloric acid, a considerable rise of 
temperature occurs, proving, it can scarcely be doubted, that 
chemical combination has taken place, thus : 

CH3.COH + OH; = CH3.CH(OH)5. 

CHa-COH + HCl = CHj.CHCUOH). 

If either of these solutions, placed in a retort, and cooled to 
— 10°, be acted upon by chlorine, and after the action has 
continued some time at the low temperature, the mixture be 
gradually heated in the water-bath, and the current of chlo- 
rine still passed in, a considerable quantity of an oily liquid 
distils over, which is a mixture of the hydrates of di- and 
trichloraldehyde (chloral), thus : 

CH3.CH(0H)a + 3CI5 = CCl3.CH(0H), + 2HCI. 

Aldehyde-hydrale. Trkhloraldehyde-hydrate, 

Trichlorai-dehyde IChhral), C3HCI3O = CCI3.COH. 
The formation of chloral from alcohol and aldehyde has 
already been fully dwelt upon. Chloral is a colourless, 
heavy liquid (sp. gr. r.5), which boils at 94° ; when kept it 
undergoes spontaneous modification, being converted into 
a white, insoluble, amorphous polymeride — so called mela- 
chloral, which is reconverted into chloral on distillation. 
On mixing chloral with water, much heat is evolved, and 
it is converted into chloral-hydrate, CCl3,CH(0H)„ a 
wiiite crystalline substance which distils unchanged, but is 
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broken up into its generators when heated a few degrees 
above its boiling-point (95°), Chloral also combines M'ith 
ethylic alcohol, and its homologues, and the correspond- 
ing mercaptans to form crystalline compounds, such as 
CCl3.CH{OH)(OCaH5) and CCl3.CH(0H)(SC,H,,) ; all 
these when heated a f w d g e above their boiling-points 
are resolved into th j, n a ors The compounds of chloral 
with water and the 1 1 ol a al o decomposed on treat- 
ment with concentra d ulpl un acid, chloral being liber- 
ated. On oxidation hlo al onverted into trichloracetic 
acid, CCls.CO(OH) Chlo 1 readily decomposed by 
alkalies, trichlorom ethane (chloroform) and a formate bein^ 
produced: CCI3.COH -f- KHO = CCUH + HCO(OKl 
Chloral-hydrate introduced under the skm, or admmistcred 
internally, is similarly resolved into chloroform and tormn 
acid ; the physiological action of chloroform thus generated 
within the system, as it were, is to produre deep sleep, but 
not insensibility to pain as when inhaled. By the action of 
nascent hydrogen chloral is reduced to aldehyde. Chlorine 
is without action on chloral, even in presence of antimonic 
chloride ; phosphorus pentachloride converts chloral into 
pentachlorethane, C2HCI5. In presence of concentrated 
sulphuric acid chloral readily acts upon benzene and the 
homologous hydrocarbons ; thus : aCgHg + C2HCI3O = 
OHj + CjHCIj(C6H6)2. 

Acetals. — The aldehydes of the acetic series are isomeric 
with the ethers derived from the glycols containing the 
same number of units of carbon ; thus acetic aldehyde 
(B.-P. 22°) is isomeric with ethylene oxide (B.-P. i3°.5), the 
ether of glycol.' Similarly, the mixed ethers of the form 
C„Hs„(0.C,„H,„+|)3 derived from the glycols (p. 20S) arc 
"c with the acetals, which are a class of compounds 

IC 



jCHs 


\0; 


|CHj.OH 
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iCHj.OH. 


Lthj-lene 


Qjide. 


Glycol. 
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formed by the union of the aldehydes of the acetic series 
with the alcohols of the ethylic series with simultaneous 
elimination of the elements of water ; thus ; 
C„H,„+i.COH + 2 C,H,,+ |.OH = 

OHa + C„H2, + i.CH(O.C.H,„+,)2; 
or more probably : 

C„H^+,.CH(OH), + 2C„H3„+,.OH = 

Aldchydc-hydrMe. Alcohol. 

aOH^ + C„H2„+,.CH(0.C„Hs„+,),. 

The acetals are decomposed by concentrated sulphuric 
acid, probably in the manner indicated by the equations ■ 

C„H2„+i.CH(O.C„H5„+,)s + 2HiS0^ = 

C„H2„+i.CH(OH)2 + 2C„H2„^i.HS04i 
C„H2„+i.CH{OH)2 = OHb + C„Hs„+,.COH. 
Methylal, CH2(OCH3)2, the first term of the series, is 
obtained by distilling a mixture of methylic alcohol, man- 
ganic peroxide, and sulphuric acid ; the alcohol is doubtless 
in part oxidised to formic aldehyde, which at the moment of 
formation reacts on a further portion of the alcohol, producing 
methylal. It is a white cry tall b 

Acetal, CH3.CH(OC2H ) n n h h m ed ether 

CaH4(OCsH5)a derived ft m gl> 1 11 prepared 

by partially oxidising eth 1 I h 1 1 1 o one of 

the main products at first f m d bj th chlorine 

on alcohoL When gaseou 1 )dr hi d p sed into 

a solution of aldehyde in anhydrous alcohol, the monochlor- 
ethane (ethylic chloride) formed by the action of the hydro- 
chloric acid on the alcohol unites with the aldehyde, producing 
the compound CHs-CHClfOC^H.,), which is identical with 
the first product of the action of chlorine on ethylic ether ; 
on heating this compound with sodic ethylate, acetal is 
formed, thus : 

CHa-CHCKOCsHs) 4- CjH^.ONa = 

NaCl 4- CHa.CH(OC2H6)2. 
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Acetal is a colourless liquid of agreeable ethereal odour, boil- 
ing at 104° ; the isomeric ether from glycol boils at i23°-5- 

Comparatively little is known of the higher homologues of 
acetic aldehyde. 

C„H2n_,.C0H OR ACRYLIC SERIES OF ALDEHYDES. 

Two aldehydes of this series are known, namely : — 

E.-P. 

Acrylic aldehyde or acrolein . C3H4O 52''.5 
Crotonic aldehyde , . . C4H6O io4°.5 

Acrylic Aldehyde {Acrokifi),Q.^^O = CH2.CH.COH, 
is formed on oxidation of allylic alcohol by chromic acid,, 
but the greater portion is at once fiulher oxidised ; it is best 
prepared by distilling glycerin with a dehydrating agent, 
such as phosphoric anhydride, or hydric potassic sulphate : 
CaHgOa = aOHj + C3H4O. Acrolein is a constant pro- 
duct of the destructive distillation of aU fats containing 
glycerides. 

Acrolein is a colourless mobile liquid ; the vapour has an 
indescribably irritating action on the eyes and nose, a few 
drops sufficing to render the atmosphere of a large room 
absolutely unbearable. Acxolem is readily oxidised by 
argentic oxide to acrylic acid, CgH^Oj ; more powerful 
oxidising agents, such as chromic acid, convert it into formic 
acid, carbonic anhydride, and water. Nascent hydrogen 
(sodium amalgam and water) reduces acrolein to allylic 
alcohol. It combines mth chlorine, bromine, the haloid 
acids, &c, thus : 
CaH^O + Brs = Q.^fix^Ci', C3H4O -F HCl = CsHjClO. 

C„H2n_5.COH SERIES OF aldehydes. 
Aldehydes of the C„Hjn„3.C0H and C„H2„_5-COH series 
have not hitherto been obtained, but two isomeric bodies,/^r' 
furol xaA fucusol, are known, which appear to be monoxy- 
derivarives of an aldehyde (CsHjO) of die lattqr series. 
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FURFUROL,Fucusoi,, C5H4O2 = C,H2(0H).C0H.— The 
former is obtained by carefully distilling wheal bran with 
diluted sulphuric acid ; the latter by similar treatment of 
several varieties of fucits. When freshly prepared both 
are colourless oils, but rapidly become yellow ; fmfurol 
boils at i6z% fucusol at i7i°-i72° ; on oxidation by 
argentic oxide they are respectively converted into o- and 
^-pyromticic acid, Furfurol combines with hydric sodic sul- 
phite ; by the action of sulphuretted hydrogen it is con- 
verted into thiofurol, C^H^OS ; fucusol similarly treated 
yields thiofucusol. By the action of ammonia furfurol and 
fucusol are converted into isomeric crystalline compounds 
[3C5H3{OH)0 -(- aNHj = aOH^ + {C^^^.G^).^^, 
furfuramide and fucusamide : these are perfectly neutral 
substances, but on boiling with potassic hydrate solution they 
undergo a remarkable change and are converted into the 
isomeric, powerfully basic compounds furfurijie and fit- 
cusine, each of which furnishes well-crystallised salts, such as 
CisHiaNsOa-HCl, &c 

C„H2n_7.COH OR BENZOIC SERIES OF ALDEHYDES. 

The series includes two classes of metameric aldehydes, 
corresponding to the two classes of monohydric alcohols 
derived from the aromatic hydrocarbons, and represented 
respectively by the general expressions t 

„ „ ICOH . p „ (C„H2„(C0H) 

The following members of the series are known :— 

B,-P. 

Benzoic aldehyde . CeH^-COH . i8o° 

Paratoluic „ . C6H;,(CHa).C0H . 304° 

Alpha-toluic „ . CgHs-CHslcOH) . — 

Cumic „ . CaH,(C3H;).C0H . 256° 



Sycocerylic „ . CigHjsO 
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Benzoic Aldehybe {Bifter-Almond Oil, Beiizaldekyde), 
CjHbO = C6H5.COH,~This aldehyde may be produced 
by oxidation of benzylic alcohol, C6Hs.CHj(0H), by 
distillation of an intimate mixture of calcic benzoate and 
formate ; by passing a mixture of hydrogen gas and benzoic 
chloride vapour over heated finely-divided palladium; 
CsHs.COCl + Hs = CfiHa.COH + HCI ; and by treating 
benzylene chloride with concentrated sulphuric acid, and 
subsequently distilling the product with water : 
CsHa-CHCla + 2H5SO4 = C6HvCH(HSOJs + aHCl; 
C6H3.CH(HS0,)a -1- OHa = CeHs-COH + sHsSO^. 

Benzoic aldehyde is usually prepared by digesting bitter 
almond meal with water during five to six hours at 3o''-4o'' 
(whereby the amygdalinbecomesconverted under the influence 
of the synaptase present into benzoic aldehyde, hydrocyanic 
add, and glucose), and subsequently distilling the liquid. 
Small quantities of benzoic aldehyde are obtained, together 
with numerous other products, by the oxidation of albumin, 
fibrin, casein, and gelatin. 

Benzoic aldehyde is a colourless mobile liquid of high 
refractive power and agreeable aromatic odour ; sp. gr, i '063 
at 0° ; it is soluble in about 30 parts of cold water, and 
dissolves in all proportions in alcohol and ether, On ex- 
posure to the air, benzoic aldehyde rapidly absorbs oxygen 
and is converted into crystalline benzoic acid,C6H3.CO(OH); 
by very concentrated nitric acid it is converted into nitro- 
benzoic aldehyde, CgHi(N02).C0H ; by a less concentrated 
acid it is oxidised to benzoic acid. It forms crystalhne com- 
pounds with the acid sulphites of the alkali metals, such 
as CjHsO.NaHSOa, &:c. By the action of fused potassic 
hydrate, benzoic aldehyde is converted into potassic benzoate, 
and hydrogen is evolved ; with an alcoholic solution of po- 
tassic hydrate it )^elds benzylic alcohol and potassic benzoate. 
By the action of sodium amalgam on a solution of benzoic 
aldehyde in aqueous alcohol, benzylic alcohol and two 
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isomeric crystalline compounds (a- and ^-hydrobenzoiti^\ are 
produced, thus ; 

CgH^-COH + Hj = C6H5.CHj{OH) ; 
zCjHbO + Hj = ChHuOs- 

The action of ammonia on benzoic aldehyde gives rise to 
the formation of hydrobenzamide : 3C;HgO + 2NH3 = 
3OH2 + (CjHejjNj, a while crystalhne neutral body, which 
is converted into an isomeric basic compound, amarine, on 
boiling with potassic hydrate solution. 

By the action of chlorine, benzoic aldehyde is conveited 
into benzoic chloride ; 

C6H5.COH + Cla = HCl + CeHs.COCl, 

Benzoic aldehyde combines with hydrocyanic acid form- 
ing hydrocyanbenzaldehyde, which yields manddic acid^ on 
digestion with an aqueous solution of hydrochloric acid : 

' o-Hydrobenzoin crystallises in large glistening anhydrous plates and 
melts at 132°'5 ; fi- (iso-) hydrobenzoin crystallises in thin glistening 
four-sided prisms, which contain water of crystallisation— in the anhy- 
drous state it melts at I19°"5 ; it is more soluble in alcohol than 
o-hydrobenzoin. A relatively lai^r quantity of j8-hydrobenzoin is 
formed by the action of sodium amalgam on a heated mixture of ben- 
zoic aldehyde and water, and a relatively larger quantity of o-hydro- 
benzoin by acting upon an alcoholic solution of the aldehyde at ordinary 
temperatures, the amount obtained increasing with the concentration of 
the alcohol. o-Hydrobenzoin was originally obtained by Zinin by the 
action of dnc and hydrochloric acid on benzoic aldehyde, o- and &- 
hydrobenzoin yield chlorinated derivatives, CnHigCl,, on treatment 
with PC1(, which are converted into tolane, Ci,Hii„ by the action of 
an alcoholic solution of potassic hydrate. 

' Mandelic acid is also obtained by boiling amygdalin from bitter 
almonds with an aqueous solution of baric hydrate, until ammonia 
ceases to be evolved. Amygdalin is a glncoside of hydrocyanbenial- 
dehyde, which may be represented by the formula 
C6Hc.CH(CN)(O.CuH2,Oif,). 
The decomposition which amygdalin undergoes under the influence of 
synaptase may be euplained as follows ; it is in the first place resolved 
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CgHs-COH + HCN = C6Hs.CH('0H){CN); 
QH5.CH(0H)(CN) + 20Hj + HCl = 

CgH5.CH(OH)(CO.OH) + NH4CI. 

CuMic Aldehyde, CgHi(C3Hj).C0H, exists together 
with o-cymene in the essential oil of cumin, and in that of 
water-hemlock (Cicuta vtrosd). It is separated from cyraene 
either by fractional distillation, or by agitating the oil with 
a moderately concentrated aqueous solution of hydric sodic 
sulphite, which forms a crystalline compound with the alde- 
hyde, which may be separated, and the aldehyde liberated 
by potassic hydrate. Cumic aldehyde closely resembles 
benzoic acid in all its reactions. 

Salicylic Aldehyde ; Anisic Aldehyde.— These two 
aldehydes, which are closely related to benzoic aldehyde, 
may be conveniently described here. The relation which they 
bear to benzoic aldehyde will be evident on comparing their 
forraulse : 

CsHc-COH; C6H4(OH).COH ; CeH4(OCH3}.COH. 

ald-:hyde. sldchyd.:. 

Salicylic Aldehyde {Salicylot) exists ready formed in the 
flowers of meadow-sweet {Spirma ulmarid), and may be 
obtained, together with a terpene, by distilling them 
with water. It is produced by oxidising the correspond- 
ing alcohol, saligenin, CgH4(0H}.CHj{0H), or salicin, 
C6H,(OH).CH3{O.C6Hi 1O5). Salicylol is a mobile, colour- 
less fragrant oil, slightly soluble in water, boiling at 196°. 5 ; 

hj assumption of the elements of ivater into hydrocyanbensaldehyde 
and a sugar (saccharose ?) : 

CaHs.CH(CNj{O.Ci3H^,Oi„.)4-OHa = CoHi.CH(CN)(OH) 
+ Ci^H^^Ou ; 
the latter is in turn converted into glucose (C,sHsaOj, -i- OHa 
- zCaHjjOs), whilst the hydrocyanbenzaldehyde, which is a high!y 
unstable substance, is resolved into hydrocyanic acid and benzoic 
aldehyde. 
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it is converted by oxidation into salicylic acid, by nas- 
cent hydrogen into saligenin, and by ammonia into hydro- 
salicylamide (oxyhydrobenzanide), (C7H5.0H)gN2. Chlo- 
rine, bromine, and concentrated nitric acid act readily 
upon salicylol, forming chlorosalicyloi, C6H3Cl(OH).COH, 
bromosalic^lol, Cg Hg Br(0 H). C H, and nitrosalicylol, 
CeH3(N02)(OH).COH. Salicylol and all its substitLition- 
derivatives unite with the add sulphites of the alkali metals, 
forming crystalline compounds. 

Salicylol dissolves in solutions of caustic alkalies, and even 
decomposes alkaline carbonates, producing crystalline metal- 
lic derivatives, such as sodium-salicylol, C6H,(0Na).C0H, 
&c. On treating sodium-salicylol with methylic and ethylic 
iodide, methyl- and ethyl-salicylol, C6H4(OCH3).COH, 
C6Hi(OC^H5),COH, are produced. Salicylol unites 
with acetic anhydride, forming a crystalline compound, 
CuHiaOs = CoH4(OH).CH(OCaHiO)2. 

Coumarin. — By an interesting series of reactions Perkin has 
recently succeeded in converting salicylol into coumarin, the 
odoriferous principle of the Tonka bean,' in which it may often 
be seen forming minute colourless crystals under the skin of the 
seed and between the cotyledons. The following is the mode of 
synthesis employed hy Perkin : — 

Sodium-salicylol is added to acetic anhydride, in which it 
dissolves with considerable evolution of heat, the mixture is 
boiled for a few minutes and then poured into water, when an 
oily liquid separates while sodic acetate passes into solution; on 
distilling this oil, after small quantities of salicylol and acetic 
anhydride have passed over, the thermometer rises rapidly to 
290°, at which temperature the remaining product, consisting of 
almost pure coumarin, distils and solidities to a crystalline mass 
on cooling. The first change appears to consist in the forma- 
tion of aceto salicylol and sodic acetate : 

' Coumarin also exists in other plants : in Mdilotm offidtialis, com- 
bined with melilotic acid ; in Asferala odarala ; and in sweet vernal- 
grass [Anlhoxanlhum adaratiim). 
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CBH^(ONa).COH + (C,H,0)sO-CeHj(O.C5H3O).COH 
+ CjHjO.ONa; 

the second in the resolution of acetosalicylol i: 
and water : 

Perkin has shown that the final change is dependent c 
presence of sodic acetate, no trace of coumarin being o 
on distilUng acetosaUcyloI, or a mixture of acetosalicylol and 
acetic anhydride, although it is formed on heating a mixture 
of acetosalicylol, acetic anhydride, and sodic acetate to the 
boiling-point ; it is difficult, however, to understand what is the 
nature of the influence exerted by this salt. 

Coumarin crystallises in slender colourless needles, which 
melt at about 67° and boil at z9o°-2gi''; it has no longer the 
properties of an aldehyde. On boiling with a concentrated 
aqueous solution of potass! c hydrate, coumarin is converted into 
potassic coumarate, CgHjKOa ; when fused with potassic hydrate 
it yields potassic salicylate and acetate. 

Aftisic Aldehyde, CaHaOa = C6H,(OCH3),COH.— This 
aldehyde is formed, together with anisic acid, on oxidation 
of anisic alcohol, or of anise-oil'; it is an oily liquid of 
fragrant odour, boiling at 247°. Anisic aldehyde is isomeric 
with methyl- salicylol (methyl-orthoxybenzoic aldehyde), being 
the methyl-derivative of paroxy benzoic aldehyde ; it closely 
resembles benzoic and salicylic aldehydes in its behaviour 
with reagents. 

I Anise-oil is a solution of a solid stAstsnc^—siiise-eai'iJihoi- Or anethol 
• — in a fluid oil, which is probably a lerpene. Recent experiments of 
I^denbuig show that anethol has the composition expressed by the 
formula CbH^ICsHbJ.OCM,, and that it may be converted by the 
action of potasac hydrate into the corresponding phenol — aiiol or 
allylphenol, CbHjICjHjJ.OH ; anethol thus bears the same relation to 
anol that anisol, CaHj.OCHs, bears to phenol. The reaction which 
occurs on oxidation of anethol to anisic aldehyde is represented by the 

CBH.(OCHa}.C:,Hi-h7O-CaH,(0CHj).C0H + 2CO,-l-2OHa. 
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CnHa^s-COH SERIES OF ALDEHYDES. 

CiNNAMJC Aldehyde, CgHgO = CH(C6H5).CH.COH, 
is the essential constituent of oil of cinnamon or oil of 
cassia ; it is a colourless oil, which rapidly absorbs oxygen 
on exposure to moist air, and is converted into cinnatnic 
acid, CgHgOa. In contact with ammonia, cinnamic alde- 
hyde is converted into cinnhydramide — {C9Hg)gNu ; it 
forms crystalline compounds with the acid sulphites of the 
alkali metals. 

Aldehydes derived from Dihydric Alcohols. 
Only two such aldehydes are known, namely ; 
Oxalic aldehyde or glyoxal, CsH^Oj = (COH), 
Phthalic aldehyde, CgHeOa = CsH,(C0H)5. 

Glyoxal bears the same relation to glycol and to oxalic 
acid that acetic aldehyde bears to ethylic alcohol, and to 
acetic acid, thus : 

CH3.CHa(0H) ; CHg.COH ; CHg-COtOH). 

CH2(0H).CHj{0H) i COH.COH; C0{0H).CO(OH). 

OlycoL Glyoia]. Ojalic acid. 

Glyoxal was first obtained by Debus by oxidising alcohol 
with nitric acid ; oxalic acid and various other products are 
formed simultaneously.' It is a transparent amorphous 
deliquescent substance, very soluble in water, alcohol and 
ether ; it immediately reduces an ammoniacal solution of 
argentic nitrate, and is readily oxidised even by very 
dilute nitric acid to glyoxalic add, COH.CO(OH), and 
oxalic acid. Glyoxal combines with gaseous ammonia, and 

' The formation of glyoxal is doubtless tlie result of a series of 
changes, which perhaps occur as traced by the following equations ; 
CH3.CII,(OH) + NOa(OH) = CH5(OH). CH3(0H) + HNO^ ; 
CHs(OH|.CH,(OH) + 2NO,(OH) =CH(OH)^.CH(OH)a + 2HNO, ; 
CH(0H)a.CH10H)j=. COH.COH + 20Ha. 
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with the acid sulphites of the alkali metals ; thus it unites 
with hydric sodic sulphite to form a crystalline compound — 
CaHsOj(HNaS03)s + OH^ ; it also combines with hydro- 
cyanic acid (see racemic acid). On digesting glyoxal with 
strong aqueous ammonia, two crystalline bases, glyoxaline 
and glycosine, are produced, thus : 

aCjHsOj + 2NH3 = C3H4^f3 + CHsOa + 2OH2. 

Glyoial. Glyt>jaUi.=. Fcmiie acid. 

SCsHjOa + 4NH3 = CfiHgNi + eOH^. 

Phthalic aldehyde has been obtained by the action of 
nascent hydrogen on phthalic chloride, CgH^ (COCl)^ (the 
product of the action of PCls on phthalic acid) ; it is a, 
white crystalline substance, melting at 65°. It forms a 
crystalline compound with hydric sodic sulphite. 



CHAPTER IX. 



The simplest and most probable interpretation of the re- 
actions which occur on conversion of the primary alcohols 
into the corresponding acids by oxidation is, as already 
stated, afforded by the assumption that the CH5.OH 
group has undergone conversion into the CO.OH or carb- 
oxyl group ; and a consideration of the other methods 
employed in the formation of acids, and of their behaviour 
with various reagents, has also led to the representation of 
these compounds, with few exceptions, by rational formula 
containing the expression CO.OH. 

One of the most characteristic properties of the acids is 
that of forming metallic derivatives {metallic salts) when 
acted upon by metallic carbonates, the change consisting in 
all cases in the removal of hydrogen, and its replacement by 
the equivalent amount of the metal. It is found on careful 
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study of the behaviour of the acids under various circum- 
stances that the number of units of hydrogen thus replace- 
able, in other words the basicity of an acid, is in direct 
relation to the number of times the expression CO. OH is 
contained in its rational formula : an acid containing n carb- 
oxy I groups being n-basic. 

A large number of series or acids are known, which may 
be regarded as derived from the various series of isologous 
hydrocarbons by the replacement of one or more units of 
hydrogen by the carboxyl group a corresponding number of 
times. The following are the most important series of acids 
hitherto examined : — 

Monobasic Acids. 
Acetic or C„Hjn+i-CO(OH) 



Acrylic ( 
Sorbic or C„H3„_3.CO{OH) si 
Benzoic or C„Hs„_,,CO(OH) s 
Cinnamie or C„H5„_,.C0(0H) 
Naphtoic or C„H5„_ij.C0(0H) 



derived from the CnHjn+j 
hydrocarbons 
CnHs„_i.CO(OH) series, derived from the CnH^„ 
hydrocarbons 
i, derived from the CnHj„_j 

hydrocarbons 
s, derived froni the CoH^n.j 

hydrocarbons 
es, derived from the Cj|Hjn_j 

hydrocarbons 
es, derived from the CnHj^^n 
hydrocarbons 
Dibasic Acids.. 
Succinic or Q^^(iZO.Q'^\ series, derived from the CnHj„+s 

hydrocarbons 
Fumaric or C„H,n_j{CO.OH), series, derived from the C H^n 

hydrocarbons 
Phthahc or QH^n^CCO.OH), series, derived from the C„H^„_o 
hydrocarbons 
Tri basic Acids. 
Tricarballyhc or CnH^a^ (CO.OH)^ series, derived from the 

CnH^n+s hydrocarbons 
Mesitic or CoH5„_5(CO.OH)j series, derived from the CnHjn_s 
hydrocarbons 
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Preparation of Acids. 

Closely related to one or other of these series are a v; 
of secondary series derived from them, such as the 
LacticorC„Hj„(OH).CO(OH)series,derivedfromtheacetic 
Malic orQH2n^{OH)(CO.OH)j „ „ „ 

Tartaric or QH,^,(OH),(CO.OH), 
SalicylicorC„H5^8(OH).CO(OH)„ „ „ benzoic „ 

Acids of higher basicity, single terms of other series, and a 
large number of acids, mostly derived from plants, of which 
the genetic relations to the hydrocarbons have not yet been 
established, are also known. 

Preparation. — Acids of the primary series above men- 
tioned are produced by the following general methods : — 

1. By oxidation of the corresponding primary alcohols : 
Ji'CH5(OH) + Oa - R'CO(OH) + OH^. 

^ icH,.OH +^°^ - ^ icO.OH + ^'^^^■ 

2. By oxidation of the corresponding aldehydes : 

aR'COH + O2 = 2R'C0(0H).' 

3. From the hydrocarbons, which are first converted into 
haloid derivatives, these into the corresponding cyanides, and 
the cyanides decomposed by heating with water and a 
mineral acid or an alkali, thus : 

QH2„ + 2 + CI, = C„H9„+,C1 + HCl ; 
C„H2„4_,C1 + KCN = C^Hj^ + .CN + KCl ; 
C„H5^+iCN + 2OH2 + HC1 = 

C„H2„+,C0(0H) + NH,Cl 

The haloid substitution-derivatives obtained from the hydro- 
carbons of the aromatic series and isologous series contain- 
ing proportionately less hydrogen, by the action of chlorine 

1 Perhaps : RCOH + O + OHj = R'.CO(OH) + OH, ; i.e. the 
reaction is one of double decomposition, H being replaced by OH, 
and does not consist in the mere addition of osygen, 
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ill the cold, are not convertible into cyanides by double 
decomposition with potassic cyanide. The corresponding 
cyajiid'es may be obtained, however, by distilling the potassic 
sfdts of the sulphonic acids, obtained by the action of sul- 
phuric acid on the hydrocarbons, with potassic cyanide : 

C„H2„^,(KS03) + KCN ^ C^Hj^.jClSf + KgSOg; 

QHa„^ jCN + OH3 + KHO = C„H^„_,CO(OK) + NHj. 

The hydrocarbons of these series may also in many cases be 
directly converted into the corresponding acids by fusing the 
potassic salts of the sulphonic acids derived from them with 
sodic fprmate : 

C^H2„_,(KS05) + HCO(ONa) = 

C„H2„_,C0{0Na) + KHSO3. 

4. From the alcohols. The alcohol is submitted to the 
action of hydrobromic or hydriodic acid, the resultrag bio- 
mide or iodide is converted into a cyanide by digestion with 
potassic cyanide, and the latter decomposed by heatmg with 
water and a mineral acid or an alkali ; 

R'(OH) + HI = R'l + OH2 ; R'l + KCN ^ R'CN + KI ; 
R'CN + 20Hs = R'CO(OH) + NH^. 

Obviously the acid obtained by the application of methods 
3 and 4 always contains one unit of carbon more than the 
hydrocarbon or alcohol employed. 

Gmeral Properties.— 'Y\i& acids of the various primary series 
exhibit an analogous behaviour under the influence of a 
large number of reagents. 

Metallic Salts. — All the acids furnish metallic derivatives 
or salts when acted upon by the metallic carbonates, hydrates, 
or oxides. The composition of the normal salts containing 
monad metals derived from the monobasic acids is indicated 
by the general expression, R'CO(OM')> but, in addition to 
these, certain of the acids, notably those of the acetic series, 
furnish so-called add salts of the composition indicated by 
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the formula R'CO(OM'),E.'CO{OH) ; the composition of 
their normal salts containing poiyad metals is indicated by the 
formulEe (R'C02)sM",(R'COa)3M"',&c.; the monobasicacids 
also furnish a number of basic salts with poiyad raelals (see 
afeiu add). 

Two series of salts, acid and normal, are obtained from 
the dibasic acids, according as one half or the whole of the 
replaceable hydrogen is replaced ; the nature of the salts 
will be evident on inspection of the following formulae ; 

-p„jC0.OH „„(CO.OM' Tj„|CO.O.M".O.OC|-n„ 
■^ iCO.OM"*^ tcO.OM"-^ {CO.OHHO.OCP ' 

^ Ico.oj" ■ 

In short, in every polybasic acid the « units of replaceable 
hydrogen may be replaced unit by unit. The metallic salts 
of the oi^anic acids are at once decomposed by most mineral 
acids and the organic acid set free. 

Ethereal Salts. — The ethereal salts, or compound ethers, 
as they are commonly 1:ermed, are the products of the acrion 
of the alcohols upon the acids ; they bear precisely the same 
relation to the metallic salts that the alcohols bear to the 
metallic hydrates, thus : 
C.Hj.OH; Na.OH. CH3C0(0Na); CHaCOpC^H,). 

Elhylic hydtatfc Sodic hydrate. Sodic acataK. Elhyiic acotale. 

A great variety of these compounds may be produced, inas- 
much as the acids, both mineral and organic, of all degrees 
of basicity may be converted into ethereal salts derived not 
only from moiiohydric, but also from polyhydric alcohols, 
just as metallic salts may be obtained containing metals of 
varying degrees of equivalency. 

Incidentally frequent mention has been made of various 
ethereal salts in the foregoing pages : for example, of the 
acid ethereal salts formed by the action of sulphuric acid on 
the alcohols ; of the nitrins formed by the action of nitric 
acid on glycerin, mannite, cellulose, &c. Special names are 
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often applied to various sets of ethereal salts i thus the gly- 
ceric salts formed from glycerin and acetic, oleic, palmitic, 
and stearic acid, are termed respectively acetins, oleins, 
palmitins, and stearins. 

Add and normal ethereal salts of mineral and organic 
acids, corresponding to the acid and normal metallic salts, 
may be produced by the following general methods ; — 

1. By the action of the alcohols on the acids : this metbod is 
more especially available for the preparation of ethereal salts of 
sulphuric and nitric acid. 

2. By the action of the acid chlorides or anhydrides on the 
alcohols ; thus acetic chloride and ethylic alcohol yield ethylic 
acetate': CHj,COCl + C,H5.0H-CHjCO(OC3H5) + HCl ; and 
similarly, phosphoric chloride and ethylic alcohol yield ethylic 
phosphate : POClj + 3C3H5.OH = P0(0CaHj)3 + 3HCI. 

3. By the action of mono-haloid hydrocarbon derivatives on 
the argentic, potassic, or sodic salts of the acids ; for example, 
methyiic arsenate is obtained by the action of methylic iodide 
on argentic arsenate: 

AsO(OAg)3 + 3CH J - AsO(OCHj)3 + 3AgI. 

4. By the action of the acid ethereal salts of sulphuric acid on 
the potassic or sodic salts of the acids ; thus, hydric amylic sul- 
phate and sodic acetate yield amylic acetate on distillation : 

CH3CO(0Na) + C,H„,HSO, = CH3CO{OC5H„) + HNaSO4. 

The majority of the ethereal salts are stable compounds and 
can be distilled unchanged ; on heating with water,ora solution 
of potassic hydrate, they are more or less readily resolved into 

' The method usually adopted in the preparation of the ethereal salts 
of organic acids is a modification, of this method, and consists in. satu- 
rating a solution of the acid in the alcohol with gaseous hydrochloric 
acid i apparently the add is converted into water and the acid chluride, 
which at the moment of formation reacts upon the alcohol. It is impos- 
sible, however, in this way to convert the whole of the acid taken into the 
ethereal salt, since after a time the water produced is in such proportion 
that the acid chloride is converted as rapidly as it is formed into the 
acid and hydrochloric acid, and ceases to act upon the alcohol. 
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the acid, or potassic salt of the acid, and the alcohol from which 
they are derived ; the ethereal salts derived from the acids of the 
acetic series and the alcohols of the ethylic series, for example, 
are acted upon in the manner represented by the equation : 
C„H,„+iCO(OC„Hj„^.,) + 0H5 = CoHj„+,CO(OH) 
+ C„H5„+,.0H. 

Haloid Salts. — These are formed from the metallic salts 
by the replacement of the metal by chlorine, bromine, or 
iodine. The haloid salts of acetic acid have chiefly been 
Studied, but the homologous acids, and acids of other series, 
appear to be capable of furnishing similar derivatives. 

Chlorine acetate' is produced by the action of acetic anhydride 
on hypochiorous anhydride : 

(CHaCOj^O + CI5O = 2CH3C0(0C1). 
It is converted into the bromine salt by the action of bromine, 
and into the iodine salt by the action of iodine ; thus : 
2CH3CO(OCI) + Brj = 3CHsC0(0Br) + CI,. 
ecHjCOioci) + Ij = aCCHjCOJ J + 3CI,. 

The iodine salt is obviously comparable with the metallic salts 
containing triad metals, iodine acetate being the analogue of 
bismuthic acetate, (CHjCOjjjBi, for example. These haloid 
salts are eminently unstable compounds ; thus chlorine acetate 
is at once decomposed in the cold by metals such as zinc, mer- 
cury, copper, or sodium, with evolution of chlorine and formation 
of the corresponding metallic salt, e.g. ; 

2CHjC0[0Cl) + Naj = CH3C0(0Na) + Q\ ; 

it is converted by water into acetic and hypochiorous acjds : 

CH3C0(0C1) + 0H,-CH3C0{OH) + HOCl ; 

on heating it is decomposed at a temperature below 100° with 
explosion : 

CH3C0(0C1) = CHjCl + COj. 

' Chlorine acetate is a yellow liquid ; iodine acetate a crystalline 
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Haloid Substitution-derivatives. — By Che action of chlorine 
or bromine on the acids of the acetic, benzoic, naphtoic, 
succinic, and phthalic series, one or more units of hydrogen 
are removed and replaced by the equivalent amount of 
chlorine or bromine ; acetic acid, CH3C0(0H), for exam- 
ple, yields monochloracetic, CHjClCO(OH), dichloracetic, 
CHClaCO(OH), and trichloracetic, CCl3C0(0H) acid. 
These haloid derivatives yield metallic and ethereal salts, 
acid chlorides, acid amides, &c. The acids of the acrylic, 
sorbic, cinnamic, and fumaric series combine directly with 
chlorine and bromine. 

Add Chlorides, Bromides, and Iodides are the products of 
the action of the haloid phosphorus compounds on the acids 
or their metallic sails, and are formed by the replacement of 
(OH) in the CO(OH) group by chlorine, bromine, or iodine : 

3R'C0(0H) + PCI3 = 3R'C0C1 + PO3H3. 
^"{c§:§S + ^^^^^ - ^"ic8cl + ^^0Cl3 + .HCl. 

The first action of the haloid phosphorus compound on the 
dibasic adds doubtless consists in the production of an 
unstable compound intermediate between the acid and the 
acid chloride above formulated, but which cannot be isolated, 
since on heating it is resolved into the acid anhydride and 
haloid acid, thus i 



^ tcoj 



+ HCL 



The ethereal salts of these intermediate compounds are 
readily obtained, however, by the action of the haloid phos- 
phorus compounds on the acid ethereal salts of the polybasic 
acids ; for example : 

,T,„(CO.OH , p^p, __ ,R/,jCOC! , 

3^ icO.OC,H,,+ , + POU3- 3R |cO.OC„Hs„+, + 



PO4H 
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The acid chlorides, &c. are readily decomposed by ivater, 
with formation of the acid employed in their preparation and 
haloid acid : 

R'COCl + OH3 = ii'CO(OH) + HCl. 

Acid Amides. — These compounds may be reg'arded as 
formed from the acids by the replacement of (OH) in the 
carboxyl group by the monad residue (NHj), derived from 
ammonia by the withdrawal of one unit of hydrogen. Nor- 
mal amides, and add amides or amic adds are to be distin- 
guished. The monobasic acids yield only compounds of the 
former class, represented by the general expression 

R'C0(NH3); 
the dibasic actds yield acid and normal amides of the form 

-P„(C0,NH2 -„;, [CO.NH2 
^ ICO.OH ' ^ tcO.NHj- 

Similarly, the tribasic acids yield normal amides of the form' 

(CO.NHj (CO.NH2 

R"'J CO.NHa, and two sets of acid amides, R'" \ CO.OH 
'CO.NHj (cO.OH 

(CO.NH3 
and R'" CO.NH^. 
IcO.OH 

Preparation. — i. By distillation of the ammonia salts ef the 

R'CO(ONH^) - R'C0(NH3) + OH^. 
T,„jCO(ONH,) „„ jCO.NH, ^ OH . 
^ lCO(ONHj) - '^ ICO(ONH^) "^ ^"s" 

„„ jCO.NHg „„ [CO.NH5 ^ f.„ 

1C0(0NH4) ^ ^ ICO.NH, "^ ^"'■ 
3. By the action of the acid chlorides on ammonia ; 
R'COCi + 2NH3= R'C0(NH5} + NHjCl. 
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3. By the action of ammonia on the ethereal salts of the acids : 
R'CO(OC„H^+,) + NH, = R'CO(NHj)+ C„H3„^.,.0H.' 

P„jCO.NH„ ^ -NTH - T„/jCO.NH, 

^ I C0(0CnH5„^.i) "^ ^ s "" -^ ICO.NH, 

The acid amides are converted more or less readily on heating 
with water into the ammonic salt of the parent acid : 
R'CO(NH^ + OH5 - R'CO(ONH^. 
„„rCO,NH„ ^ ^„ o„iC0,NH3 , 

^ ICO.NH3 + ^ = ° 1C0(0NH,)' 

■^ icO(ONH,) + "J^J - ^ lC0(0NHJ- 

On distillation with phosphoric anhydride they are converted 
into cyano- derivatives of hydrocarbons (so-called nitriles) : 

R'CO(NH^ + PjOj = R'CN + 2HPO3. 

^" (caNH^ + =^=°= ^ R"(CN), + 4HPO3. 

Acid Anhydrides. — These compounds bear the same relation 
to the acids that the ethers bear to the alcohols ; 

^ ico.oH' ^ icot"- 

Monobasic acid. Anhydride, Dibasic acid. Anhydride 

Preparation.— \. The anhydrides of monobasic acids are 
produced by the action of the acid chlorides on the acids or their 
metallic salts : 

R'CO(ONa) + R'COCl = CR'CO),0 + NaCL 

By acting upon the metallic salt of an acid by an acid chlo- 
ride derived from a difierent acid, various so-called mixed 
anhydrides are formed ; and similarly, by the action of the acid 
chlorides derived from the monobasic acids on the metallic salts 

' Ethereal salt of amic add. 
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of polybasic adds, mixed anhydrides derived from a monobasic 
and a polybasic acid are obtained; for example: 



The anhydrides of polybasic acids are produced by ihe action 
of phosphorus pentachloride on the acids ; thus ; 

^McSSS -^ PCI, = r'Mc8:8h -^ Hci+poci,, 

RM^^'tIh =R'M^^}0 + HCl. 



2RCOCI + BaO = CR'CO)^0 + BaCIj. 

Properties. — In contact with water the anhydrides are con- 
verted into the corresponding acids. By the action of phos' 
phorus pentacWoride they are converted into acid chlorides : 

(R'CO),0 + PClj - sR'COCl -H POCI3. 

By their action on the alcohols ethereal salts are produced, 

{R'CO)jO + C„H„t,-OH = R'CO(OC„Hj„+i) + R'CO(OH). 

a gives rise to the formation of 



Add Peroxides. — These compounds bear the same rela- 
tion to the acid anhydrides that the metallic oxides bear to 
the metallic peroxides, thus : 

CHsCO.Ol 
PbO ; PbO^ . {CH3CO)20; CH^CCOJ 

Plumbic qside. Plumbic ptrojide. Acelic oside. Acetic peroxide. 

They are formed by the action of the acid chlorides or anhy- 
drides on the metallic peroxides (preferably baric peroxide) : 
2R'C0C1 -H EaOs = (R'COs)s -1- BaCla- 
^RCOP + ^^°^ = R'CO.oJ+R'CO.oP^ 
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R''{Cgg + BaO,= 



,(C0.0| 

tco.of 



The acid peroxides are exceedingly unstable bodies, and, 
like the metallic peroxides, axe powerful oxidising agents. 

C„H2„ + |C0{OH) OR ACETIC SERIES OF 

The following terms of the series are known :- 
Methylic or Formic add 
Ethylic or Acetic acid 
Propylic or Propionic acid 
Tetrylic or Butyric acid 

ar Valeric acid 

)r Caproic acid 

or (Enanthylic 

ir Caprylic acid 

)r Pelargonic acid 



Pentylic 1 
Hexylic < 
Heptylic 
Octylic c 
Nonyiic ( 
Capric acid 
Laurie acid 
Myristic acid 
Palmitic acid 
Stearic acid 
Arachidic acid 
Eehenic acid 
Cerotic acid 
Melissic acid 



HCO(OH) 
CH3C0(0H) 
C^H^COIOH) 
C3H,C0(0H) 
CjH5CO{OH) 
CsH,iCO(OH) 
CbH,3C0(0H) 
C7Hi,,CO(OH) 
CgHi,CO(OH) 
C9H,sC0(0H) 
C,oHs,CO(OH) 
C,3Ha,C0(0H) 
C,5H3,CO(OH) 
Ci,H35CO(OH) 
C,9H3gCO(OH) 
C2iH43CO{OH) 
C,gH„CO(OH) 
Ca9H5gCO{OH) 



Ocairrmce. — Many of these acids are met with in nature : 
some in the free state, as, for example, formic acid m ants 
{formica) and the nettle, vaieiic aad in the valenan root, 
pelai^onic acid m Fdargomnm rofeum, and cerotic acid in 
bees-wax. Others are present in the form of ethereal 
salts : thub, the essential oils obtained from the seeds of 
various species of Umbellifer^* contain octylic acetate and 
hexylic butyrate ; spermaceti, which is a crystalline substance 



Fcom Heracltum spondylUnn, the common ci 
va, the edible paranep ; and Hiraclmm gigan 



j-pavsnep ; Pasiin. 
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found in cavities in the head of the sperm whale, is a cetylic 
palmitate. The natural fats are mainly composed of glyceric 
ethereal salts of the acids of the acetic series ; thus mutton 
and beef fat contain glyceric stearate, and palm oil is in the 
main a glyceric palmitate. The first nine terms of the series 
have also been prepared by various synthetic processes, and 
of most of these several isomeric modifications are known. 
Our knowledge of the remaining terms, of which isomerides 
are not known to exist, is derived from the study of sub- 
stances isolated from natural products. On account of the 
oily or fatty character of the higher terms of the series, these 
acids are commonly designated the fatty series of acids. 

Preparation. — The four general methods already noticed 
(p. 241) are all available. A fifth method, to which great 
interest attaches, consists in acting upon the sodium organo- 
metallic compounds of the form CnH2„+,Na with carbonic 
anhydride, when a sodium salt of an acid of the series is 
produced : 

C„H2,+ iNa + CO3 = C„H5„+iC0(0Na). 

Various special methods are also employed in the prepara- 
tion of individual members of the series. 

Classifitaiion. of Isomeric Acids.— ^hs same system may 
be adopted as in the case of the aldehydes and alcohols, and 
the various isomeric acids classed as normal or iso-primary, 
normal or iso-secondary or tertiary, according as they are 
obtained by the fourth general method from normal or iso- 
frimary, normal or iso-secondary or tertiary alcohols, or by 
the third general method from haloid derivatives of paraffins 
which, if converted into alcohols, would yield normal or iso- 
primaiy, normal or iso-secondary or tertiary alcohols ; thus : 

C{C„H2„+,)H2.0H;C(C„Hg„+,)2H.OH;C(C„H2„+i)30H. 

(C(C„H2„+,)H2 . (C(C„Hj„+,)2H . (C(C„Ha„^.,)3 
lCO(OH); ' ICO(OH) ■■ LCO(OH). ' 
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Properties. — As in all other homologous series the boiling- 
point, specific gravity, and solubility in water vary as the 
series is ascended. The lowest terms are mobile, colourless 
liquids, which readily dissolve in water, but as the complexity 
increases the successive terms become gradually less mobile 
and less soluble in water ; and the highest terms are fatty, 
solid substances, almost insoluble in water. The specific 
gravity increases from term to term. Each addition of CH^ 
corresponds in the case of the first few terms of the normal 
primary series to a rise of about zs" in boiling-point ; this 
difference diminishes gradually as the series is ascended, as 
will be evident on inspection of the accompanying table, and 
perhaps becomes constant when it is reduced to 19°. Our 
knowledge of the isomeric series is insufficient at present to 
enable us to judge the relations in boiling-point, &c., which 
obtain between the various homologous terms. 

Formic or Methylic Acid {Hydric Formate), CH3O2 = 
HCO(OH), — Formic acid is formed in small quantity on 
passing the silent electric discharge through a mixture of 
carbonic anhydride and iiydrogen (Brodie) : CO2 + H^ = 
CHjO^ ; it is produced by oxidation of methybc alcohol, 
and also by oxidation of various organic substances, such as 
starch, sugar, gum, &c. Potassic formatte is produced by 
digesting together at 100° for some hours, moist potassic 
hydrate and carbonic oxide : CO + KHO = HCO(OK) ; 
by exposing potassium in an atmosphere of moist carbonic 
anhydride ; by digesting hydrocyanic acid with potassic 
hydrate solurion, and by the action of potassic hydrate on 
trichloromethane, CHCI3 + 4KHO = HC0{0K:) + 
3KCI 4- 2OH2. It is usually prepared by heating a mixture 
of about equal weights of oxalic acid and glycerin with a 
little water to a temperature not exceeding about 1 10° ; so 
soon as effervescence ceases, water is added, and the 
mixture distilled until the temperature rises to about no", 
when more water is added, and the distillation continued. 
These operations are repeated so long as formic acid passes 
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ISOPEIMAEY ACIDS, 


NORMAL SECONDARY 




Sp. Gr. 




B.-P. 


Sp.Gr. 




B..P. 




I-23at l6' 














I '002 at 20° 














■996 at 19' 












° 


■gSt at 0° 


- 


- 


- 


icO(OH) 

[sobutvric (dimelhaceric 
add 


154° 




■957 at 0= 


icOlOH) 

Isovaleric Osoptopacetlc) add 


175° 


■946 at 0' 


icO(OH) 
?OpticaUy active valeric 


173° 




■943 at 0' 


{CO(OH) 


195" 


- 


rCH(C,H,), 
lCO(OH) 

Diethacedc add 


- 


" 


■934 at 0" 
■9065 at 17° 


,CH.CH,.CH..C„,CH,,. 

Isoamylacetic acid 


- 


- 






■' ? 


TJe adds which feure in this table which are not described in the text are deri«d iioin 
Cafnic or icxWKond is produced— i. by omdalion of normal primajy hejcylic alcohol f 
thod 4 (p. J4,) from nonnaf primary amylic alcohol ; and, 3. logethwVdth acetic and bn 
fe^^ffi- .-'^rrt'*?'^ "' ^W" -"j^Ateen. prepared t mffi 4 ftom normal prima, 
herackum od, &c. ; .1 .s present in cocoa-nut oil. N^/lic acid has ton prepared from n 
fc«,lic or caMc acid is present .as elhylic salt in Hungarian wi^Sl oiL^t is not 
acidsuenoraialpnmaiyandnotiaDpnmary acids. /iwaan^ao-BTisprepsredby methw 
ak^oL [scam^l^itic mid was obtained by Frantlan/and Dnppa bydie aition of 
•Wa^ by the aciioa ot elhylic iodidt on the product of the action oYlodium on cthylic 
'«f«^jt.i5f3««:ffl*;,{gHgH ),CH(CH,i^ ^^ ^^j^ ^^^^ isosecondary add-has 






isopropylcarWnol. 
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over with the water, when a fresh quantity of oxalic acid may 
be similarly decomposed. Oxalic acid when heated alone is 
resolved into carbonic anhydride and formic acid, although 
at a comparatively high temperature, and much of the 
formic acid is broken up into water and carbonic oxide ; in 
presence of glycerin, however, the decomposition commences 
below 50°, and is perfect below no", little or no carbonic 
oxide being formed. The glycerin appears to promote the 
decomposition of the oxalic acid, in virtue of the tendency 
which it has to react with the formic acid, the product of 
this reaction (monoformin) being subsequently decomposed 
on distillation with water ; thus : 

C5H5O, = CH2O2 + CO, ; 
C3H5{OH)3+ HCO(OH) =C3H5(OH)2{O.HCO> + OH, ; 
C3Hg(0H),(0.HC0) + OHa^C3H6(OH)3 + HC0{OH). 

A relatively small amount of glycerin is thus able to effect 
the conversion of a lai^e quantity of oxalic acid into formic 
acid. To prepare anhydrous formic acid from the product, 
it is neutralised with plumbic carbonate, evaporated to dry- 
ness, and the dry plumbic formate heated gently in a current 
of hydric sulphide gas : 

(HCO,)aPb + SHj = 2HC0(0H) + PbS. 

Formic acid is a colourless, inflammable, highly corrosn e 
liquid, of sp. gr. 1.235, possessing an extremely penetritmg 
odour, soluble in water in all proportions ; it boils at about 
100°. Cooled to a temperature below 0°, it crystallises m 
large brilliant plates. It is a powerful reducing agent, being 
most readily oxidised to carbonic anhydride and w^ter , thus 
it precipitates metallic silver from a solution of argentic 
nitrate ; it reduces mercuric to mercurous chloride, and 
mercuric oxide to metallic mercury : CH,0, -)■ HgO ^ 
CO2 + OHj + Hg. This behaviour serves to distinguish 
formic acid from the remaining terras of the series, which 
are only oxidised with difficulty. 
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The metallic salts of formic acid (formates) are all solu- 
ble in water. 

Acetic or Ethylic Acid {Bydrk Acetate), CsH,Oj = 
CH3C0(0H).— This acid is present in small quantity in the 
juices of many plants, and in various animal fluids. It is 
produced by the general methods previously described from 
ethylic alcohol, ethylic aldehyde, ethane, methylic alcohol, 
and sodic methide, CHsNa. A mixture of equal volumes 
of acetylene and oxygen in contact with a potassic hydrate 
solution is gradually absorbed, potassic acetate being formed : 
C^Hj + O + KHO = C^HgKOi- On the lai^e scale 
aceric acid is prepared by the destmctlve distillation of 
wood : — 

Dry hard wood, usually beech or oak, is strongly heated in 
large iron retorts. Much inflammable gas is given off, an acid 
liquid and tar distil over, and charcoal remains in the retort. The 
acid liquid is distilled and the portion which first passes over, 
consisting chiefly of methylic alcohol, is collected apart ; the 
crude acid which afterwards distils is saturated with slaked lime, 
and the solution of calcic acetate ttius formed is mixed with a 
solution of sodic sulphate, whereby sodic acetate and insoluble 
calcic sulphate are produced. The solution of sodic acetate is 
evaporated to crystallisation, the crystals of the crude salt are 
dried and carefully fused in order to expel and decompose a 
quantity of adherent tarry matter, redissolved in water, and re- 
crysiaUised. Finally, acetic acid is obtained by distilling the 
salt thus purified with sulphuric acid. 

Acetic acid is a colourless, mobile, highly corrosive, pan- 
gent-smelling liquid, of sp. gr. 1.063 ^t ^5° J '^^ solidifies at 
i6°.5 to awhite crystalline mass. Acetic add boils at 119°. 
It is soluble in water in all proportions. 

The density of the mixture increases until it becomes r.073, 
which is the density of a mixture of 79 parts of the acid with 21 
parts of water; all further additions of water diminish the 
density. This mixture boils under the ordinary atmospheric 
.pressure constantly at 104°, undergoing scarcely any change in 
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composition' ; it about corresponds in composition to a hydrate 
of the formula CjH,0,HjO. All the lower terms of the acetic 
series appear to iDehave similarly, and to furnish corresponding 
hydrates having fixed and constant boiUng-points, which may 
be distilled almost unchanged in composition. These hydrates 
are apparently members of a well-defined though unstable class 
of compounds, which may be termed ortho'Ocids, represented by 

((OH) 
the general formula CQH,n+ C ] (OH) ; they bear the same rela- 

l(OH) 
lion to the acids of the form QH2„^.,C0(0H) that the 
hydrates of the aldehydes of the acetic series of the form 

f H 
C„H,^+,C J (OH) bear to the aldehydes of the form C„Hj„+,COH. 

((OH) 
This view is confirmed by the fact that ethereal salts derived 
from these ortho-acids are known which are relatively very 
stable substances, not undei^oing the slightest decomposition 
when distilled, such as ethylic orthoformaU, obtained by the 
action of sodic cthylate on trichloromethane ; 

CHCl, = 3NaOC,H;, = CH(OC5H-)3 + sNaCl,'' 
and ethylic ortkacetate similarly prepared from trichlorethane ; 

CH3CCI3 + sNaOCjHs = CHjQOCaHs), + aNaCl. 

Metallic Acetates. — The normal acetates are readily ob- 
Liiined by dissolving the metallic carbonates in acetic acid ; 

' If a mixture containing more or less than about 20 per cent, of 
water be distilled, water, or acetic acid, passes OTer until a mixture of 
the composition indicated is formed, which then distils unchanged. The 
relative proportions in which the acid and water are contained in a 
mixture having a constant boding-point and passing over unchanged on 
distillation varies with the pressure, however, owing to the more or less 
complete dissodalion of the hydrate, C^HjOjiOHs ; under the higher 
pressure the mixture has a higher boiling-point and contains relatively 
more acid than under the lower pressure. 

= Hydric orthoformate is doubtless an intermediate product in the 
formation of potassic formate from patassic hydrate and tiichloromethaue 
(p. 252); thus : 
CHCla + 3KH0 = CH(OH)a + 3KCI ; CHfOHja = HCO(OH) + OH^. 
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the acid salts (page 243) or so-called diacetates are prepared 
by evaporating the acetates of the alkali metals with an 
excess of acetic acid ; these diacetates are resolved on 
heating strongly into an acetate and acetic acid, and may, 
in fact, conveniently be employed in the preparation of an- 
hydrous acetic add. Basic acetates are produced by digest- 
ing metallic acetates with excess of metallic oxide ; for 
example, by digesting a solution of plumbic acetate with 
plumbic oxide, the two basic salts (C2HaOa)5Pb.PbO and 
{CiH302)2Pb.2PbO are formed. 

Ethereal Acetates. — These derivatives are produced by the 
general methods aheady described. The following have 
been obtained from acetic acid and monohydric alcohols of 
the ethylic series : — 



Methylic acetate . 
Ethylic acetate . . 
Propylic acetate . 
Isopropylic acetate 
Butylic acetate 
Isobntylic acetate. 
Amylic acetate 
Isoamylic acetate . 



CH3CO(OCH3) . 
CH3CO(OC2H3) . 
CH3C0{0CjH,'') 
CHaCOpCgH/) 
CH3CO{OC4H9») 
CH3CO(OC4H/) 
CH3CO{OC5Hn"') 
CH3C0(0CjHn'') 



55 '5 



138°- J 40° 



They are colourless, mobile, fragrant liquids ; isoamylic 
acetate possesses in a remarkable degree the odour of the 
Jargonelle pear, and on that account is largely used for fla- 
vouring confectionery. 

Action of Sodium on Ethylic Acetate {Acetic Ether).— 1\i\% 
reaction has received investigation at the hands of various che- 
mists, and has given rise to considerable discussion. Frank- 
land and Duppa and Geuther, to whom we are indebted for our 
knowledge of the subject, have always observed the evolution of 
hydrogen, which they regard as an. essential product of the re- 
action ; whereas, according to Wanklyn, no hydrogen is evolved 
by the action of sodium on pure ethylic acetate, and this state- 
ment has been confirmed by Ladenburg, Wanklyn, maintains 
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that the production of hydrogen is the result of a secondary 
action ; that it is, in fact, a product of the action of the sodium 
on tte alcohol which is always contained to a greater or less 
extent in ethylic acetate prepared by the ordinary methods. 

According to Geuther, when sodium is added to a lai^e 
excess ' of ethylic acetate, the sole product besides hydrogen and 
sodic ethylate is a body of the composition CgHgNaO,, which 
he regards as the sodic salt of an acid termed by him ethyldi- 
acetic add. Judging from its reactions, however, there can be 
little doubt but that it is simply the sodium- derivative of an 
ethylic acetoacetate,' thus ; 

^IcaOC^H, + Na, = tej,, . NaOC,H, + H, 

Ico.oaH, 

Wanklyn considers that the compound CjH^NaOj and sodic 
ethylate are the sole products of the reaction ; but he attributes 
a constitution to the former which is not reconcilable with its 
behaviour towards reagents. He regards it as sodium trtaceiyl, 
and represents the reaction by the equation : 

3CHaC0.0C,H, + sNa, = (CH^COj^Na'" + sNaOCjH^. 

In Frankland and Duppa's experiments the sodium was 

' If a relatively small quantity of ethylic acetate be taken, the first 
product is liable to undergo change during the prolonged heating which 
is then necessary to effect the complete solution of the sodium. 

2 By treating the compound CaH^NaOa with acetic acid Geuther 
has succeeded in replacing the sodium by hydrogen. Ethyhc aceto- 
acetate thus formed is an oily liquid, boiling at about 181° ; on heating 
with -water and an alkali it is resolved into aceioiie, alcohol, and a me- 
tallic carbonate, thus : 

J CHalCSsCO) B3/0H), = CH,.CO.CH, + C,H,OH + BaCO,. 
'CO.OCaHs V ;a 3 ass 3 

By the action of sodium amalgam on an aqueous solution of ethylic 
acetoacetate the sodic salt of 6-oxybutyric acid is produced: 
(CH, jCHs 

cS, + ^= + ^^^O^ = cSf^ + C.H.OH. 

IcO.OCjHs IcO.ONa 
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placed ill a vessel connected with a flask^containing the ethylic 
acetate— heated in an oil-bath, and with a condenser, the appa- 
ratus being so arraaged that the vapour passed over the surface 
of the sodium and thence into the condenser, where it was lique- 
fied i the condensed liquid then dropped on to the surface of the 
sodium and ran back into the heated fiask. The solid product 
was thus dissolved off the sodium almost as rapidly as it was 
formed, and a fresh surface continuously exposed to the action 
of the ethylic acetate. In this manner they were able to dis- 
solve an amount of sodium only slightly less than is indicated 
by the proportion CH^CO.OCjH^ : Na. The contents of the 
flask were then introduced into a digester, an amount of ethylic 
iodide added equivalent to the amount of sodium employed, and 
the digester heated during several hours to too"; after cooling, 
a considerable quantity of water was added, and the whole sub- 
mitted to distillation in an oil-bath. At first ethylic ether, to- 
gether with some unattacked ethylic acetate, passed over ; but 
afterwards, as the temperature rose, an oily liquid came over 
with the water ; this was separated by fractional distillation into 
four distinct compounds. Two of these, termed by Frankland 
and Duppa etkyKc ethaceiom carbonate and ethylic dietkacetmte 
carbonate, are respectively the monethyl- and diethyl-derivative 
of the ethylic acetoacctate above mentioned, thus : 
(CH3 [CHj (CH, 

jco Jco . Ico 

ICH, ' 1CH[C,H,) ' C(C,H,), ■ 

(CO.OCjH, IcO.OQHs IcO.OCjH^ 

Eihylic acMoacelale. Elhylie aceioMhacilate. Elhylk: acelodiclhacstate. 

Ethylic acetoethacetate has been obtained by Geuther by the 
action of ethylic iodide on the compound CgHgNaOj. 

The remaining products are the ethylic salts of elJtacetic 
(butyric) and diethacetic (^caproic) acid : 

ICO.OQHs '• (CO.OCjH, ! tcO.OC.H, ■ 

Etliylic acelaie. Eihylic elhacetaie. Ediylio dielhacetate. 

Frankland and Duppa consider that each of these four pro- 
ducts is formed by the action of ethylic iodide on a correspond- 
ing sodium-derivative; in fact, that the action of sodium on 
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cthylic acetate gives rise to at least four distinct sodium com- 
jioiinds, namely : 
(CH, ' 



Gcuther maintains, however, that the compound CjHjNaOj 
(etliylic acetosodacetate) is the only sodium-derivative produced, 
aud that the various products obtained by Frankland and 
Duppa are to be regarded as formed from the ethylic derivative 
of this compound by the action of sodic ethylate in the manner 
indicated by the following equations ; 

J ICH(QH,)(CH,CO) ^ H ONt = JC(C,H,),{CH,CO) 
ICO.OCjH, ' ' IcO.OCjH^ 

+ HONa. 
,j (CH(C,H^(CH,CO) ^ HONa . (CH,(C,H,) 

+ CH3C0.0Na. 
Ill jCH(C,H,)(CH,CO) ^. c H ONa = F^e^'"'*" 

+ CH3CO.ONa.3 
Although probably these reactions can be realised, it by no 
means follows that Frankland and Duppa's products were 
formed in the manner thus indicated ; indeed it is almost im- 
possible on various grounds to accept Geuther's explanation. 
In the first place, Frajikland and Duppa employed an amount 
of ethylic iodide equivalent to the amount of sodium taken up ; 

n the following 

is tiieii acted iipon 
by ethylic a< 

J CH,Na , CH, „ , CH,(CH,CO) „ Qp „ 

^ By heating a mixture of pure ethylic acetate, ?odJc ethylate, and 
ethylic acetate in closed tubes at 120°, Geuther has obtained elliylic 



,,, ( CH,(CH,CO| J. „(. „ _ , CH,(C,H,) „ pQ Q„ 
'■' ICO.OCjHs ^ WaULjH; - ico.OCjHi +*-W3L.u.UJVa. 

Hosteo by Google 



26o Organic Chemistry. 

but, ludginj, trtm the eiie mth which sodic eih\lite is con- 
verted inio eth>hc ether hj the attion of ethjhc iodide, it 
appears probable that the sodic etlnlate present in the pro- 
duct of the action of 'sodium on eth\hc acetate would thus 
rapidly be acted upon , hence the evistence of iny quantity of 
sodic ethylate — one of the main factors in Geuthera explana- 
tion — m the masb after the formaticn of ethj he acetoethacetate 
fiom the compound CgH^NaO, and ethvlic iodide, appears 
problematical Then FranUind «id Duppa have shown that 
by employing- methihc, isopiopjhc, or isoamjhc iodide in 
place of ethylic iodide, nieth\l, isopropjl, and isoamyl deri- 
vatives correspondmg to the aboic mentioned ethjl derivatives 
are obtamed , moreover, it has lecently been ascertained that 
if benzyhc chloride (C,H,C1) be employed, the ethylic salts of 
mono- and di-benzylacetic acid are produced, the formation of 
which can scarcely be explained otherwise than by the assump- 
tion that ethylic, mono-, and di-sodacetate are among the pro- 
ducts of the action of sodium on ethylic acetate. At present, 
however, the examination of the reaction in all its details has 
not been sufficiently prosecuted to enable us to trace with cer- 
tainty the various phases which it presents. But a more interest- 
ing problem is scarcely to be met with in the entire range of 
organic chemistry : thus, on tlie one hand, the reaction affords 
a means of ascending the series of ketones, since by the action 
of the moniodoparaffins on the compound C^HgNaOj a series of 
compounds of the form CaHj(C„H3in.,)Oj may be obtained, 
which yield a series of ketones of the form CH3CO(C„H9n ^. ,) 
on treatment with alkalies ; and on the other, by employing 
the homologues of ethylic iodide in the manner indicated 
by Frankland and Duppa, a series of homologous acids of 
the acetic series of the form CH,(C„Ha,+,)CO.OH and 
CH(Ca H,„+,)jCO.OH may be produced. 

A number of observations which have been made on the 
action of sodic ethylate on various ethereal salts are of consider- 
able interest when viewed in connection with the experiments 
on the action of sodium on ethyUc acetate. Thus, on heating 
with sodic ethylate, ethylic formate, HCO.OCjH„ is resolved 
into carbonic oxide and alcohcd ; ethylic oxalate,-) '^„'' 
is resolved intocarbonicoxide and ethyUccarbonate,CO(OC2H5),; 



by Google 



Action of Sodic Ethylate on Ethereal Salts. 26t 
and ethylic carbonate yields ethylic ether and sodic ethyiic 
carbonate, CO j ^ . A simple explanation of these de- 
compositions is afforded if it be assumed that in the first 
place the ethereal salt combines with the sodic ethylate, and 
that the compound so formed is subsequently decomposed ; in 
the case of ethylic formate, for example, we have : 

HCO.OC3H5 + NaOCsH, = HcJoC„Hj .- CO + HOCjHs + 
[oNi NaCCHj 

A small qua t tj of e >1 te uftices hus to le n j o e a e 
latively lar^e quan ty of ethereal salt and ere it not hat 
secondary products ire fori ed it would doubtless suffi e to 
decompose an infin te q an ty Sod m effects a prec sely 
similar decompos to h t t appears prob-ible that tl e ethereal 
salt is not affected by the sodium as such, but rather that by the 
action of the latter on traces of alcohol present, sodic ethylate 
is produced, which then decomposes the ethereal salt in the 
manner indicated. It is interesting to note that no hydrogen is 
evolved by the action of sodium on ethylic formate containing 
a considerable proportion of alcohol ; it would appear that it is 
consumed in the formation of secondary products, and that the 
reaction resembles that which occurs when nitric acid is acted 
upon by metals — in this case no hydrogen is evolved, although 
the first action undoubtedly consists in the displacement of 
hydrogen in the acid by the metal, because it at once attacks 
the nitric acid and reduces it, 

Ethylic acetate heated with sodic ethylate at 140° yields, 
according to Geuther, the sodium-derivative of ethylic aceto- 
acetate and alcohol, the formation of which is probably the 
end-result of a scries of changes. The action of sodium on 
ordinary ethylic acetate takes place readily, commencing at a tem- 
perature considerably below its boiling-point; but ethylic acetate 
f f m Icoho], according to Ladenburg,is only acted upon with 
d ffi 1 and on prolonged heating at roo° These observations 
su g h query ; whether the presence of alcohol is not es- 
se 1 e her to start the action in the first instance, or— but 
wh h less probable — to the formation of the products ob- 
ta d by Frankland and Duppa and Geuther? It should be 
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stated, moreoverj that, if the ethylic acetate employed, by these 
chemists contained alcohol, as is suggested, the products of the 
action of sodium on ethylic acetate free from alcohol have never 
yet been examined. 

Haloid Substitution-derivatives of Acetic Acid. — By the 
action of chlorine on boiling acetic acid to which some 
iodir.e has been added, it is converted into monochloracetic 
acid, and if the action be prolonged, dichloracetic acid is 
formed ; trichloracetic acid is obtained by the action of an 
excess of chlorine on acetic acid in sunlight, but it is best 
prepared byoxidation of chloral. Similarly.by heatingacetic 
acid with bromine, mono- and dibromacetic acid are ob- 
tained; tribromacetic acid is obtained by oxidation of tribrom- 
aldehyde (broraal). These acids are crystalline substances, 
which boil unchanged at temperatures higher than acetic 
acid : 

B,-P, B.-P, 

CH3C0{0H) 119° CH2BrC0(0H) 208° 

CHaClCO(OH) 185° CHBr2C0(0H) azs^-aso" 

CHClsCO{OH) 195" CBr3C0(0H) about 245= 
CasCO(OH)about3oo= 

In chemical behaviour they resemble the parent substance, 
acetic acid, most closely, yielding metallic and ethereal salts, 
add chloride, amides, &c They are reconverted into acetic 
acid by the action of nascent hydrogen. 

Haloid derivatives of most of the acids homologous with 
acetic add have been prepared, but with few exceptions the 
mono-derivatives alone have been examined. 

AceHe Chloride {Acetyl Chloride), CHaCOCl—This com- 
pound is best prepared by distilling a mixture of phosphorus 
terchloride and carefully dried acetic acid : 

3CH3CO(OH) 4- PCia = 3CH3COCI + PH3O3. 

It is a mobile colourless liquid, possessing an extremely 
pungent odour like that of acetic and hydrochloric acid. 
It boils at 55° ; water decomposes it immediately, forming 
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acetic and hydrochloric add. Acetic bromide and iodide 
are analogous compounds. 

Acetic Anhydride, ptr^pri r 0, obtained by the action of 
acetic chloride on a metallic acetate — usually sodic or 
potassic acetate : 

CH3COCI + CH3C0(0Na) = (CH3CO)sO + NaCI, 

is a colourless mobile liquid, having a pungent odour similar 
to that of acetic acid. It boils at 138° ; when poured into 
water it forms oily drops which disappear after a while, the 
anhydride being converted into the acid. 

Homologous compounds are similarly obtained from the 
acids homologous with acetic acid ; they exhibit an analo- 
gous behaviour. The mixed anhydrides formed by the 
action of the chloride of one acid on the metallic salt of 
another acid of the series — for example : 
CH^OCl + C4HjO(ONa) = C^HaO.O.OCHj + NaCl, 

Acclic chloride, Sodic butyratd. Acetobutyric anhydride. 

— cannot be distilled unchanged, but are resolved into two 
simple anhydrides : 

^C^HtCO)^ ~ CH^COl^ "•" CgHjCOf^' 

pTT PQ O^ 

Acetic Peroxide,^-^ c'Q r\ \ ■ — This compound is prepared 
by adding baric peroxide to a solution of acetic anhydride in 
anhydrous ether : 

CH^CO)^ _L T? n - CHaCO-Ol , CH3CO.O) ^ 
^CHaCOj^ ■'■ -^^^ ~ CH3CO.OJ "^ CHjCO.OJ^^' 

The ethereal solution is separated firom the baric acetate 
by filtration, and cautiously evaporated ; the acetic peroxide 
then remains as a colourless viscid liquid. , It is a powerful 
oxidising agent and violently explosive, and on this account 
is a most dangerous substance. Like chlorine it rapidly 
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bleaches indigo; it separates iodine from hydriodic acid and 
from potassic iodide; and it converts a solution of potassic 
ferrocyanide into potassic ferricyanide. The addition of baric 
hydrate solution to the peroxide suspended in water causes 
an immediate precipitation of hydrated baric peroxide. 

Thiacetic Add, CH3C0(SH), is obtained by the action of 
acetic chloride on potassic sulpliydrate, or by distilling acetic 
acid with phosphorus pentasulphide, 5CH5CO(OH) + P5S5 
= 5CHgC0{SH) + P^Oa- It is a colourless liquid, smell- 
ing like acetic and sulphydric acids together ; it boils at 95°. 
Thiacetic acid decomposes metallic carbonates, forming 
metallic thiacetates, CH3C0{SM'), &c. Phosphorus penta- 
chloride converts it into acetic chloride : 

CH3C0(SH) + PClj = CHjCOCl + PSCI3 + HCl. 

By acting upon the metallic thiacetates with iodine, <Kdk 
disulphide — the sulphur analogue of acetic peroxide — is 
obtained : 2CH3C0(SM') + I^ = sMI + (CH3C0)Sa. 
Acdic sulphide, {^'U.^Q')^, is produced by distilling acetic 
anhydride with phosphorus pentasulpliide, 

Acdamide, CH3C0(NHa), is most conveniently pre- 
pared by distillation of ammonic acetate : CH3C0(0NH,) 
= OH3 -1- CH3CO(NH3) ; it is also readily obtained by 
the action of ammonia on ethylic acetate, or acetic chloride. 
Acetamide is a white crystalline solid, which melts at 78° 
and boils unchanged at 221° ; it is readily soluble in water ; 
on heating with water it is rapidly converted into ammonic 
acetate. Acetamide combines with acids : thus with hydro- 
chloric acid it forms the compomid CH3CO(NH2), HCl ; it 
also yields metallic derivatives, such as CHjCO(NHAg), 
argentacetamide, and CHjCO{NHg), mercuracdamide. On 
distilling acetamide with phosphoric anhydride, methylic 
cyanide, CH3.CN {acdonitrile), is produced. The acid 
amides derived from the horaologues of acetic acid are io 
every respect compounds analogous to acetamide. 
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Derivatives formed from the haloid substituiion-dsrivatives 
of Acetic Acid (and its komologues ) by double decomposition. — 
Tlie haloid derivatives of acetic acid (and of its homologues) 
are capable of entering into reaction with various compounds 
to form, by double decomposition, new products which naay 
equally well be regarded as substitution-derivatives (see 
cyanacdic acid, giycollic acid, thtoglycoUic acid). The be- 
haviour of the mono-derivatives has received the greatest 
share of attention ; litde is known of the higher haloid sub- 
stitution-derivatives, which appear to comport themselves in 
a somewhat different and peculiar manner. 

Special interest attaches to the compounds formed by the 
action of ammonia and the amines on the mono-haloid 
derivatives of acetic acid and its homologues, since many 
are identical with natural products. Hippuric acid, for 
example, a substance present in considerable quantity in the 
urine of the herbivora, is resolved on boiling with water and 
hydrochloric acid into benzoic acid sxy^glycocine (glycocoll), 
C9H9O3 -1- OH2 = CjHflOa -H CjHsps ; and by hearing 
monochlor- or monobromacetic acid wim ammonia, the am- 
monic salt of amidoacetic add is produced : CH2ClCO(OH) 
4- 3NH3 = CHs(NHs}CO{ONH^_) -|- NH4CI, the which 
amidoacetic acid is found to be in all respects identical 
with glycocine from hippuric acid.' Similarly amidocaproic 
acid, C5Hio(NH2)CO(OH), obtained bj the action of am 
monia on bromocaproic acid, is identic'd with leucine, a 
substance present in various parts of the animal organism 
(the brain, liver, and pancreas) and which is also formed 
when albumenoid matters of animil origm such as horn, 
woo!, &c. are heated with dilute acids or alkalies '^gam, 
by the action of methylamiae, NHafCHg), on chloracetic 
acid, methylamidoacetic acid, CHs(NHCHs)CO(OH), is ob- 
tained, which is identical with sarcosine^ a product of the 

' Hippuric acid has been obtained by heating glycocine with benzoic 
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decomposition of creatine (a substance present in small 
quantity in flesh) by boiling with baric hydrate solution. 

Amidoacetic acid is not the only compound formed by the 
action of ammonia on chloracetic acid, but the product is a 
mixture of the three bodies : 



CH,CO(OH) 


CH,CO(OH) 


CH2CO{OH) 


■ H 


NCH2C0(0H), 


N ■ CH2C0(0H) 


H 


H 


CHiCO(OH) 




Diglycolsmidic acid. 


Trislycolaraidlo acid. 



Monamido-derivatives of the acids of the acetic series 
are also produced by combining the aldehydes of the acetic 
series with ammonia, digesting the aldehyde-ammonias so 
formed with hydrocyanic acid, and subsequently heating the 
product with hydrochloric add solution (see page 220). 
Thus acetic aldehyde is in this way converted into amido- 
propionic acid (alanine); and valeric aldehyde (from ferment- 
ation amylLc alcohol) yields amidocaproic acid or leucine. 

Pkopylic or Pkopionic Acid {Methacetic Acid), Q^^^r^ 
C2H5C0(0H) = CH3.CHjC0(0H).— This acid is obtained 
by the general methods ; also as ethyiic salt among the 
products of the action of methylic iodide on the product of 
the action of sodium on ethyiic acetate ; and by heating 
lactic acid with hydriodic acid : 
CH3.CH(0H)C0(0H) + 2HI = CH3.CH,C0(0H) + 

I2 + OH^. 
Propionic acid boils at i4o°'5 and in all respects closely 
resembles acetic acid. 

Tetrylic or Butyric Acid, C^f)^ = C3H,C0(0H).— 
Two modifications of this acid are Vnown— normal and 
isobutyric acid. 

Normal Butyric (Elhacetic) Add, CH3,CH2.CH2CO{OH), 
is obtained on oxidation of normal primary butylic alcohol ; 
from normal primary propane ; from propylic alcohol 
(method i,page 241); and as ethyiic salt among the products 
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of the action of ethylic iodide on the product of the action 
of sodium on ethylic acetate. It is best prepared by al- 
lowing a mixture of sugar, chalk, and cheese to ferment 
{page 202). It is present in small quantity (as glyceric 
salt) in butter ; also in perspiration, in the juice expressed 
from human flesh, and in various plants — usually in the form 
of an ethereal salt 

Normal butyric acid closely resembles acetic acid in 
appearance, but has a peculiar rancid odour ; it boils at 
i63'-i63'', and at o'hasthe sp. gr. '981 ; it is readily soluble 
in water. 

Isolmtyric Add (Dimethacelic Add), CH(CH3)2CO(OH), 
is obtained on oxidation of isoprimary (fermentation) butylic 
alcohol ; from isopropylic alcohol ; and as ethylic salt among 
the products of the action of methylic iodide on the pro- 
duct of the action of sodium on ethylic acetate. It re- 
sembles its isoraeride in appearance, but boils at 154°, 
and at 0° has the sp. gr. -959 ; moreover, calcic isobutyrate 
has the coniposition {C4Hj02)2Ca,50H2, whereas calcic 
butjTate is (C,Hj02)2Ca,OH5; the latter is more soluble in 
cold water than calcic isobutyrate, and is also characterised 
by being less soluble in hot than in cold water, so that if 
a cold saturated solution be warmed to 7o°-8o° the salt 
separates out in glistening crystalline plates. Similar differ- 
ences exist between the derivatives of the two adds. Thus 
isobutylic butyrate, C3H,"CO(OC4H9)'>, boils at 150°, and 
at 0° has the sp. gr. '8798, whilst isobutylic isobutyrate, 
C3H7^CO(OC,H9'5), boils under similar conditions at 144°- 
147°, and at 0° has the sp. gr. "8757. 

Both modifications are oxidised by prolonged heating with 
chromic acid solution, and yield the same products, namely, 
acetic acid and carbonic anhydride ; but the normal acid 
is much less readily acted upon than is the iso-acid. 

Pentvlic or Valeric Acid, CgHmOa = C4H9CO(OH). 
— Four isomeric modifications of this acid exist 

Normal Primary Valeric or Valerianic Add {Propylacetic 
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Add), CH3,CH3,CHa.CHaCO(OH), may be obtained by 
oxidation of normal primary amylic alcohol prepared from 
normal primary pentane, and from normal primary bntylic 
alcohol {method 4, page 242). It closely resembles butyric 
acid in odom", but is more oily and less soluble in water. It 
boils at 185°, and at 0° has the sp. gr. ■9577. 

Isoprimary Valeric Acid, CH{CH3)2.CH2CO(OH), also 
known as Isopropylacetic Acid, is obtained on oxidation of 
the optically inactive isopriinary amylic alcohol of fermenta- 
tion ; from isoprimary butylic alcohol (method 4, page 242) ; 
and as ethylic salt among the products of the action of iso- 
propyltc iodide on the product of the action of sodium on 
ethylic acetate. It boils at 175°, and at 0° has the sp. gr. 
■9468. 

The third modification is obtained by oxidation of the 
optically active amylic alcohol of fermentation. It is dis- 
tinguished from its isomerides by the power which it has of 
rotating a ray of polarised light, and in a direction (to the 
right) opposite to that in which the parent alcohol diverts 
the ray. It has a slightly lower boiling-point and specific 
gravity than the acid obtained from the inactive alcohol, and 
furnishes a non-crystaUine baric salt, whereas the former 
yields a crystalline baric salt ; on heating to 200° with 
a small quantity of sulphuric acid it is rendered optically 
inactive, but srill furnishes a gummy baric salt It is sug- 
gested tliat it is secondary valeric acid {mdlidhacetic acid), 
CH(CH3)(CsHj).C0(0H), but at present there is no ex- 
perimental evidence to favour this suggestion, nor does the 
very slight difference (about 2°) in boiling-point between it 
and isoprimary valeric add tend to support the view. 

Tertiary Valeric or Trimdhacetic Acid, C(CH9)3CO(OH). 
— To obtain this acid the S-iodotetrane prepared by 
acting on tertiary butylic alcohol (trimethylcarbinol) with 
hydriodic acid is converted into cyanotetrane by the action 
of mercuric cyanide : C(CH3}3l -|- Hg(CN)3 = C(CH3)3CN 
+ HglCN, whicli is then heated with water and hydrochloric 
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acid.' Trim eth acetic acid is a white crystalline body, slightly 
soluble in water ■ it melts at 34°-3S'' and boils at 161°. 

I Ubntidl 1 ! bl p It and 

spe figyb h bt) d valeric 

add of h n n h h 1 b between 

the omen parafti and m al h I f tl ethyiic 

Pahmltc Acid, C,6Hs|C0(0H) Thisacidisa constituent in 

the form of an ethereal salt of nearly all vegetable and animal fats ; 
thus palm oil consists in the main of glyceric palmitate, and 
spermaceti of cetyhc palmitate. These ethereal salts are readily 
decomposed by caustic alkalies with formation of an alcohol 
and a metallic palmitate ; on treating the latter with a mineral 
acid, crude palmitic acid is obtained, which may he purified by 
recrystalUsation from alcohol. Palmitic acid is a colourless, 
odourless, and tasteless solid, insoluble in water ; it melts at 62°, 
but cannot be distilled unchanged. 

Stearic Acid, Ci,H35CO(OH), is present as glyceric stearate 
(stearin) in most fats, but is especially abundant in beef and 
mutton suet. It is always obtained admixed with more or less 
palmitic acid ; to separate it, the mixture is dissolved in hot 
alcohol and an alcoholic solution of magnesic acetate added ; 
the magnesic salt which crystallises out consists chiefly of 
magnesic stearate, which is then decomposed by hydrochloric 
acid, and the separated stearic add again similarly treated, and 
finally repeatedly re crystallised from alcohol until it exhibits a 
constant melting-point (69°-70°). Like palmitic acid, it is a 
white crystalline substance, insoluble in water. 

Cerotic Acid, Cf^g}i^fi.O{OH), is the main constituent of 
the portion of common beeswax soluble in boiling alcohol ; as 
cerylic cerotate it is almost the sole constituent of Chinese wax. 
Cerotic acid has been obtained by oxidising solid paraffin with 
potassic dichromate and sulphuric acid mixture. It crystaUises 
in white grains melting at 78° ; it may be distilled unchanged. 

' Frankiand and Duppa state that the ethyUc salt of trimethacetic 
acid is present among the products of the action of methylic iodide on 
the product of the action of sodium on ethyiic acetate, and they regard 
it as formed from ethyUo Irisodacetate, CNaaCO.OCjHii. 
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Melissk Acid, C^H^^COCOH), is obtained by oxidising 
melissic alcohol (page i6i) by fusing it with, potassic hydrate : 

CaoHfljO + KHO >■ C,oHj<,KOj + i-I,. 
It closely resembles cerotic acid, but melts at 88°-S9'', 



C„H2n(0H)C0(0H) OK LACTIC series of monobasic acids. 
The acids of this secondary series are the mono-hydroxyl 
derivatives of the acids of the acetic series, to which they 
bear the same relation that the monohydric alcohols of the 
ethylic series bear to the paraffins ; hence they are termed 
monobasic dihydric acids : 
C„H2„+i(0H). C„Ha„+iCO(OH); C„Hi,„{OH)CO(OH). 

Alcohol of elhylio series. Acid of acetic series. Acid of laciie series. 

Formaiion. — t. By the action of argentic oxide and 
water {argentic hydrate ?) on the moiiochlorinated, mono- 
brommated, or moniodated acids of the acetic series : 
2C,H2„BrC0(0H) + Ag^O + OH^, = 

2C^H2„(OH)CO(OH) + sAgEr. 

2. By the action of nitrous acid on the monamido-deriva- 
tives of the acids of the acetic series (p. 265) ; 
C„H2„{NH2)CO(OH) + NO(OH) = C„H,„(OH)CO(OH) 

+ N2 + OHj. 

3. By oxidation of the glycols by dilute nitric acid, 
argentic oxide, or in contact with platinum black. 

4. As potassic salts by boiling the cyanides obtained by 
the action of potassic cyanide on the chlorhydrins of the 
glycols (formed either by the union of the olefines with 
hypochloTOus acid (p. 96), or by the action of hydrochloric 
acid on the glycols (p. 174), with potassic hydrate sohirion ; 
C,H2.(0H)CN + OH2 + KHO = C„H2„{OH}CO{OE:) 

+ NH,. 
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5. As potassic salts, by the action of potassic hydrate 
solution on the acid chlorides of the monochlorinated acids 
of the acetic series formed by the union of the olefines and 
carbonic oxychloride (p. 56) ; 

C„H2,C1C0C1 + 3KHO = C„H5,{0H)C0(0K) 
+ 2KCI + OHj. 

6. By digesting the cyanides formed by the union of {a) 
the aldehydes of the acetic series and hydrocyanic acid 
(p. 220), and {b) the ketones of the form CO(C„H2„+i)2 
and hydrocyanic acid, with hydrochloric acid solution : 

(a) C(C„Ha„+i)H:(OH).CN + aOHa + HCl = 

C(C„H2,+ i)H(0H).C0(0H) + NH4CI. 

(b) C(C„Hs„^,)2(0H).CN + 2OH2 + HCl = 

C(C„H2„+,)<.(0H).C0(0H) + NH4CI. 

7. As ethylic salts by the action of the zinc organo- 
metallic compounds' on ethylic oxalate, and subsequent 
treatment of the product with water (Franldand and Duppa) : 

fCO.OCaH, , ,7„(C„H5,+ , _ 
tcO.OCsHe "^ ^^"lC„H3+i " 

IcO.OCaHs ^ '^''tOC„Ha„+, ' 

IcO.OCaHg + 2UH2- 

8. As ethylic salts by the action of nascent hydrogen on 
the compounds of the form (coOCH"^'**'^'"^'^*^* '^^' 

' The zinc oigano-metallic compound may be prepared in si/a ; i.e., 
the reaction may be effected simply by employing a misturc of ethylic 
oxalate, zinc, and a moniodoparafiin. 
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tamed by acting upon the compound CfiH^NaOj (p. 257) 
with the moniodoparaffins : 

(CH3 (CH3 

CO , w - JCH.OH 

CH,C„Ha„+, + "^ - 1CH.C„H5„+, 
IcO.OCaHs I.CO.OC2H5 

Mode of classifying the Adds of the Lactic Series. — ^The 
isomeric acids may be arranged in a number of series according 
to the methods employed in theirformationand their behaviour on 
oxidation and with various reagents. Thus we may distinguish — 

1. Primary AciDS,|^^5'"J?|°*i'^''^^,whicli appear to be 
always .formed by the application of method i to the mono- 
haloid derivatives produced by acting upon the primary acids 
of the acetic series with chlorine or bromine, and arc also pro- 
duced on oxidation of the glycols : C(C„H^„+i)H{OH).CH,(OH), 
and from the aldehydes of the acetic series by method 6. 

2. Secondary Acids, jpnoTi"* *' , "'hicli apparently 
are always produced by the application of method i to the 
mono-haloid derii'atives obtained by acting upon the secondary 
acids of the acetic series with chlorine or bromine, and are also 
formed from the ketones by method 6, and from etiiylic oxalate 
by method 7. 

3. Primary Olefine Acids, C^Hj^ |^J^'"*^, fonned by 
oxidation of the primary glycols, 

4. Secondary Oli 
formed by method 8. 



Acids of this series have not as yet been produced. 
Each of these series may include normal and iso-acids. 

Properties. — The acids of the lactic series furnish 
metallic salts of the composition C„H2„(0H)C0.0M', 
(C„H2„(OH)C02)aM", &c,, when acted upon by metallic 
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carbonates, and tliey furnish correspondiag e 1 ere ! silt 
(C„H2i,{OH)CO.OC„H2„+„ &c.), when acted pon bv he 
alcohols. But it is also possible to replace a slco d un t of 
hydrogen by metals ; thus, by carefully fusing sod c lactate 
with sodium, a disodic lactate is produced : 
2C2H,(OH)CO(ONa) + Na^ = 

C3H^(0Na)C0(0Na) 4- H^. 
This derivative, however, cannot bo dissolved in water un- 
changed, but is resolved into sodic lactate and sodic hydrate, 
just in the same manner that sodic ethylate is converted by 
water into alcohol and sodic hydrate. Similarly, potassium 
and sodium dissolve with evolution of hydrogen in the 
ethereal salts of the acids of the lactic series, producing 
metallic derivatives of the form C„H2,(ONa)CO(OC„H2„+i), 
which may be converted by the action of the moniodo- 
paraffins into the ethereal salts of what are appropriately 
termed etherk acids of the lactic series ; 
C„H2„(0Na)C0.0C„Hi,+, + C„Hs„ + ,I 

= C„H2„(OC„Ha„ + ,)CO.OC„H3„+, + Kal; 
from which the potassic salts of etiieric acids are obtained 
on heating with potassic hydrate solution : 
C„H2,(OC„Hs„+i)CO.OC„H2„+i + KHO 

= C„H5„{OC„H2„+,}CO.OK + HO.C„Hj„+i. 
These etheric acids are not decomposed by alkalies, but are 
converted into acids of the lactic series on heating with 
hydriodic acid : 
C„H2„(OC^H2„+i)CO.OH + HI = C„H2„{0H)C0.0H 

2. By the action of phosphorus pentachloride on the acids 
of the lactic series, or their metallic salts, the corresponding 
acid chlorides are formed, thus : 

C„Hs„(OH)CO.OH + PClfi = C„H2„(0H)C0C1 
+ POCI3 + HCl. 
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This action takes place either in the cold or on warming 
gently, but on heating more strongly with an excess of the 
chloride, the acid chloride of a monochlorinated acid of the 
acetic series is produced : 

C„Hs„{OH)CO.OH + 2PCI5 = C„Hs„CI.COa 
+ 2POCI3 + 2HCI. 

By tlie action of the haloid phosphorus compounds on the 
ethereal salts of the acids of the lactic series, the ethereal 
salts of mono-haloid derivatives of the acids of the acetic 
series are produced, e.g. : 

c„H5,(oh;co.oc„Hs„+i + pci, 

= C„Hs„C].C0.0C^H2„^i + POCI3 + HCl; 

in many cases, however, the product is at once resolved into 
hydrochloric acid, and the ethereal salt of the corresponding 
acid of the acrylic series : 
C„H2„Cl.CO.OC„H2„+i = HCl + C„H2:,_,CO.OC2H5. 

3. By iieating the acids of the lactic series with a concen- 
trated aqueous solution of hydriodic acid, they are reduced 
to the corresponding acids of the acetic scries : 

C„H.^(OH)CO.OH + HI = QHsJCO.OH + OH^; 
C.HJJCO.OH -h HI = QH^^+iCO.OH + I^. 

4. The acids of the lactic series are readily oxidised, and 
furnish characteristic products, but the law of oxidation is 
not yet fully worlsed out ; the primary acids apparently 
always furnish an aldehyde, carbonic anhydride, and water : 

!cO Oh'"^'*^^^^' + *-* = C,H,,+ ,COH + CO3 -1- OH3; 

whilst the secondary acids yield a ketone, carbonic anhy- 
dride, and water : 

IcO Oh''"^'''^°"* + ° "^ C0(C,H,„+,)2 + CO, + OH3; 
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and the primary define acids are converted into the corre- 
sponding dibasic acids of the succinic series : 

5.- Several of the acids of the series are converted into the 
corresponding adds of the acrylic series and water on dry 
distillation : 

C„H2„(0H)C0.0H = C„Hs,_,CO.OH + OH,. 
Others yield anhydrides, two of which are formed thus ; 
]C„H2a.0H 

tcoi 

(C„H^„.OH (C„H,„.0 I (C„HsJ^ 

ICO.OH ' (CO.OH ' JCO j^' 

The etheric anhydrides are monobasic acids ; the kctides are 
indifferent bodies. 

Carbonic Acid, H2CO3 = C0(0H)2.— This acid is the 
first term of the lactic series, being the raonohydroxyl de- 
rivative of formic acid, HCO(OH), the first term of the 
acetic series.' It is, however, a dibasic acid. Although 

' If the osidation of the alcohols, and aldehydes be regarded as the 
result of double decomposition in the manner previously indicated 
(pp. 216, Z41), carbonic acid, or rather orthocarbonic aciti, is the final 
product of the oxidation of methylic alcohol, the jnonohydroiyl de- 
rivative of methane, thus ; 

fll in IK IB (OH 



Methane. Methylic aicobol. Fomic aldeliyde Orlhoformic Orthocarbonic 

Neither formic aldehyde-hydrate nororthoforuiic acid are known as such, 
both being compounds of exceedingly low stability, but, as already stated, 
their ethereal derivatives are stable bodies ; similarly, although we have 
no knowledge of orthocarbonic acid, and only assume its existence on 
theoretical grounds, an elhylic orthocarhonak is known which is a highly 
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carbonic acid is so unstable that it at once breaks up into 
carbonic anhydride and water, it furnishes a large number 
of highly stable metalhc and ethereal salts. It is unnecessary 
to describe in this place the formation of the metallic car- 
bonates. 

Ethereal Salts. — Carbonic anhydride unites with tbe 
potassium and sodium derivatives of the alcohols ; thus 
when it is passed into a solution of potassic hydrate in 

anhydrous alcohol, potassic ethylic carbonate, ^^\r\^ ^ < 
is produced.^ The compounds so formed are at once 
decomposed by water into the corresponding alcohol and 
hydric potassic (or sodic) carbonate. The normal ethereal 
salts of carbonic acid are obtained by the action of the 
mono- haloid hydrocarbon derivatives on argentic carbonate : 
CO(AgO)2 + 2C„H3„^|I= C0{0C,Hs„+,)2 + zAgI; 

by the action of carbonic oxychloride on the sodium deriva- 
tives of the alcohols ; 
COCla + zNaOC^Hs^^., = CO(OC„H5„+,)2 + aNaCl; 

stable compound. It is obtained by the action of sodic etliylate on 
nitrotrichlorometiiane (cliloropicrin) ; 

CCl3(N0s) + 4CjH50Na = €(00,0.^)^ + 3NaCi -t- NaNOj. 

Etiiylicorthocarbonaleis an oily colourless liquid, boiling at lS8°-l6o°. 

' Similarly, carbonic anhydride uniles with tiie sodium derivatives of 

tlie mercaptans, and carbonic oxysulphide and carbonic disulphide 

unite with tlie sodium derivatives of tlie alcohols and mercaptans, thus ; 

CO, +KSC5H^=C,H5KCOsS. 
COS -i-KOCsHj-CiHjKCOjS. 
CS, +KOC,H5-CsH5KCOS^. 
CSa +KSC5H5 = C^HsKCS3. 

The stability of these compounds increases as the proportion of sulphur 
contained in them increases ; thus the t«'o latter yield the corresponding 
hydrogen salts, C^H^-HCOS, and C^Hj.HCSj, in the form of oily 
liquids on treatment with dilute hydrochloric acid (compare page 58). 



by Google 



Ethylic Carbonate — Carbamide. 277 

and by the action of sodium or potassium on the correspond- 
ing ethereal salts of oxalic acid : 

(caocS::; = co(oc.h,.„), + CO, i 

They are, with few exceptions, colourless liquids, difficultly 
soluble in water, which can be distilled unchanged ; in 
contact with water in the cold they are only slowly decom- 
posed, but on heating are rapidly resolved into the alcohol 
and carbonic add. 

Ethylic Carbonate, CO(OC,H(); Carbonic oxychloride is 

absorbed by anhydrous alcohol witt formation of hydrochloric 
acid and ethylic chlorocarbotiate, COCKOCjH^), a mobile colour- 
less liquid, boiling at 94° ; it possesses a suffocating odour and 
has a most irritating action on the eyes. It is slowly decom- 
posed in contact with water. 

On heating ethylic chlorocarbonate with alcohol it is con- 
verted into ethylic carbonate and hydrochloric acid. Ethylic 
carbonate may also be prepared by the general methods above 
mentioned ; it is a mobile colourless liquid, of sweet ethereal 
odour, boiling at 125°. An interesting series of bodies, derived 
from ethylic carbonate by the gradual substitution of sulphur 
for oxygen, have been obtained ; such are the following :— 
R.-P E.-P. 

Amides of Carbonic ^£v'(£— Carbonic acid yields both an acid 
' The probable explanation of this change has been given on p. 261. 
' This compound, obtained by the action of carbonic oxyehloridc on 
sodium-mercaptide, yields carlKimide (urea) and mcrcaptan on decom- 
position by ammonia : 

COiSCjHs), + 2NH, = COINHj)^ + 2HSC,U5 ; 
whereas the isomeric compound, obtained by the action of ethylic 
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amide {carbamie add) and a normal amide {carbamide). On 
passing dry ammonia gas and carbonic anhydride into anhydrous 
alcohol, a white crystalline body is obtained, which is the am- 
monic salt of carbamic acid, CO(NH,)(ONHJ ; ammonic car- 
bamate is at once decomposed by acids with formation of 
carbonic acid and an ammonic salt. Similarly, carbonic oxy- 
sulphide and carbonic disalphide combine with ammonia forming 
the compounds CS(NH5)(0NHj) and CS(NH„)(SNH,), and 
corresponding ethereal salts are obtained by the action of am- 
monia on the ethereal chlorocarbonates, C0Cl(0C„Hj„4.,), and 
the ethereal carbonates, CO(OCnH5o+,)j, S:c. Ethylic car- 
bamate originally received the name urethane, which has become 
generic, ail compounds of the form CO(NH„)(OR') being termed 
urUhanes. 

Carbamide (arefl),C0(NHj)3. — This compound is one of the 
chief solid constituentsof human urine, hence the name urea, and 
especial interest attaches to it as it was the first organic com- 
pound artificially produced. Urea is obtained in a variety of 
ways ; by the action of ammonia on carbonic oxychloride ; by 
heating ethylic carbonate with ammonia ; by heating ammonic 
carbamate or ordinary commercial ammonic carbonate in closed 
tubes for some hours at r3o''-i4o"; and by the action of heat on 
ammonic cyanate, NHjCNO. It was by this last method that 
Woehler first obtained urea. Ammonic cyanate is prepared by 
mixing solutions of potassic cyanate and ammonic sulphate ; the 
solution is then boiled a short time, which suffices to convert the 
whole of the cyanate into urea. Urea crystallises in long white 
irregular flattened prisms, very soluble in water; on prolonged 
boiling with potassic hydrate solution it is resolved into am- 
monia and potassic carbonate : 

C0(NHj)5 + OH,-C0, + 2NH,. 
Urea combines with acids : thus with hydrochloric acid it fonns 
the compound CO(NHj)j,HCl ; and with nitric acid the com. 
pound C0[NH,)j,HN03. The latter sah may be employed in 

bromide on the product of the union of carbonic disulphlde and potassic 
ethylate (potassic xanthate), yields ammonic sulphocyaaate, alcohol, and 
mercaptan : 

CS { gc'H' + 2NHa = NHiCSN + HOC J-Is + HSCaHj. 
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the detectidii of -urea ; being difficultly soluble in nitric acid, it 
is at once precipitated on the addition, of the concentrated acid 
to a moderately strong solution of urea, and when viewed under 
the microscope the precipitate is seen to consist of rhombic or 
hexagonal plates which are highly characteristic. Urea also 
combines with metallic oxides : thus, on the addition of mercuric 
oxide to a solution of ureato which potassic hydrate has previously 
been added, a white precipitate of the composition C0(NHj)5, 
2HgO is produced. A variety of so-called compound ureas are 
known, derived from urea by the introduction of hydrocarbon 
groups in place of hydrogen (see Amines). 

Siilphocarbamide (Sulpho-iirea), CS(NH5)„. — This compound 
bears the same relation to ammonic sulphocyanate that car- 
bamide bears to ammonic cyanate. It is obtained by heating 
dry ammonic sulphocyanate at 170° for two to three hours. 
Sulphoearbamide crystallises in white rhombic prisms; it 
is in all respects the analogue of carbamide. 

Glycollic or Mono xv acetic Ac m, CH3(0H)C0(0H). 
— This acid is among the products of the oxidation of alco- 
hol by nitric acid. It is also produced on heating the mono- 
lialoid derivatives of acetic acid with water ; by the action of 
nitrous acid on amidoacetic acid (p. 265); by oxidation of 
glycol (hence the name glycollic acid) ; and by the action of 
nascent hydrogen on oxalic acid : 

CO(OH)CO(OH) -I- 2H2 = CH,(OH)CO(OH> -|- OH,. 
It forms white anhydrous ciystals, which melt at 80"; it is 
readily oxidised to oxalic acid ; by the action of nascent 
hydrogen it may be reduced to acetic acid. 

Thioglycollic Acid, CH,(SH)CO(OH), is produced by heating 
monochloracetic acid with a concentrated aqueous solution of 
potassic sulphydrate. It is a yellow amorphous substance ; on 
oxidation by dilute nitric acid it is converted into sulphoacelic 

Lactic Acid. — Four isomeric modifications of tliis acid 
are known, namely :. ethylidene -lactic acid, ethylene-lactic 
acid, para- or sarco-lactic acid, and hydracrylic acid. 
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I'crmeitatto/.{Etk}Mcnt)Lac/ttAad,CH.^CIl{0'il)CO{OYl). 
— The production of this acid from sugar by fermentation 
has been previously descnbed (pajje 202) It may also 
be prepired by the action of ai^entic oxide and water on 
n bromopropionic aud (the first product ot the action of 
bromme on propionic aad) , b> oxidation of propylene gly- 
col and Irom aldehyde by combining it with hydrocyanic 
acid, and digesting the resulting cyanide' with hjdrochloric 
acid solution It cannot be obtained mthe anhydrous con- 
dition, so great is the tendenc> T\hich it exhibits to part with 
the elements of water and to form anlij drides , thus it has 
been shown that the syrup which is obtamed on exposure of 
a solution of lactic acid over sulphuric acid in vacuo is 
not the anhydrous acid, but a mixture of lactic acid with its 
etheric anhydride and lactide (p. 275). On heating lactic 
acid for some hours at about 200°, it is converted into water 
and lactic anhydride or lactide, | p?j '' { O, a white crystalline 

body, melting at i24''-5. When heated with sulphuric acid 
and water at i4o''-i5o°, lactic acid is resolved into aldehyde 
and formic acid : 

IcOfOHP^^ + °^^ "^ CH,CH(0H)2 -1- HCO(OH) ; 
and on oxidation it yields acetic and formic acid, and car- 
bonic anhydride. It is readily reduced to propionic acid 
on heating with a concentrated solution of hydriodic acid ; 
by the action of PCI5 it is converted into chloroprop ionic 
chloride, CaH^ClCOCl. 

Ethykne-lacHc Acid, CH3(OH}CH2CO(OH), is obtained 
from the monochlorhydrin of glycol, CH2(0H)CHaCl, by 
method 4, and from ethylene and carbonic oxychloride by 
method 5. It yields malonic acid on oxidation : 

' This compound is a colourless mobile liquid, which on distillation 
begins to boil at about 1 60°, but is at the same time partially resolved 
into its generators. 
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CH,{OH)CHaCO(OH} + O, = CHi,{CO.OH)a + OHj. 

ParaladicAdd{SarcolactuAcid),C^^(:m{01A)ZO{0'^).— 
The juice of flesh contains two isomeric lactic acids, one of 
which is apparently identical with ethylene-lactic acid. The 
other, which is the chief constituent, differs hoth from 
ethylene- and ethylidene-lactic acids, and is distinguished by 
the property which it has of diverting a ray of polarised light 
sHghtly to the right. On heating with sulphuric acid, and 
on oxidation, it yields the same products as ethylidene- 
lactic acid; and on heating alone it furnishes an etheric 
anhydride and a lactide, identical with the etheric anhy- 
dride and lactide from ethylidene-lactic acid ; as it is possible 
to convert these anhydrides into the corresponding acid by 
heating them with water, paralactic acid may thus be con- 
verted into ethylidene-lactic acid. At present no probable 
explanation can be given of tlie difference which exists 
between ethylidene- and para-lactic acids, which, so fat as 
their behaviour with reagents is concerned, are identical, and 
are therefore represented by the sime formula probably 
the relation is somewhat of the same character a'; that 
which exists between the two fermentation amjlir alcohols, 
and between the two valeric acids obtained trom them on 
oxidation (compare also tartaric arid), but m these cases we 
are equally unable to decide upon the nature of the relation. 
Hydracrylic Add is obtained by the action of argentic 
oxide and water on /3-iodopropionic acid, produced by 
the union of acrylic and hydriodic acids, or by the action 
of phosphorus iodide on glyceric acid. Like ethylidene-, 
ethylene-, and para-lactic acids, it forms a strongly acid 
syrup, but is distinguished from them ' by the behaviour on 
' The metallic Salts of the isomeiie lactic acids differ iii crystalline 
form, in the amount of water of crystallization which they contain, and 
insolubility, and are of great service in characterising and distinguishing 
these acids. Thus zincic paralactate has the composition CaHif,ZnOe, 
20Hj; zincic ethylidene-lacfate is CsHioZnOa, sOHj ; and lincic 
hydracrylate CeHioZnOe, 40Hj. At 15= the latter salt is soluble in 
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heating, whereby it is resolved into water and acrylic acid : 
CsHeOa = C3H(03 + OH^. Hydracrylic actd Is readily 
reconverted by the action of hydriodic acid into /3-iodopro- 
pionicacid;ethylene-lacticacid similarly treated does not yield 
f3-iodopropionic acid. It is far more readily oxidised than 
either of the isomerides, yielding formic and glycoUic acid : 

CjHgOi + 02 = CH2O2 + C2H4O3, 
which are in great measure at once further oxidised to car- 
bonic anhydride and oxaiic acid. 

On theoretic grounds great interest attaches to hydracrylic acid. 
According to present views only two acids of the lactic series 
can be derived from propionic acid, CH3.CH2CO(OH), namely, 

CHj(OH).CH,CO(OH) and CH3.CH(0H)C0{0H). 
These formulse are respectively assigned to ethyiene- and ethyli- 
deneJactic acids ; hence the questioa arises : in what manner 
IS hydracrylic acid to be represented ? Acrolein, the aldehyde 
of acrylic acid, acrylic acid, glyceric acid, and /3-todopropionic 
acid are commonly represented by the formulae 

ICH^ ICHj [CHj(OH) [CHJ ' 

JCH , iCH , JcH(OH), JcH^ , 

(COH (CO(OH) icO(OH) (cO[OH) 

which appear to be entirely in accordance with the behaviour of 
these bodies under various conditions : hydracrylic acid there- 
fore, derived as it is from ;3.iodopropionic acid, should be repre- 
sented by the formula CH,(0H).CH3C0{0H), which, it will be 
seen, however, is identical with that assigned to ethylene-laclic 
acid, from which it differs in a most marked manner, Wislicenus, 
the discoverer of hydracrylic acid, suggests in place of the 
above, the following formulse : 
(CH, (CH, fCHJ (CH,(OH) 

C... ,0' C ,0, CH , CH jQ. 

(CHJ (CH(OH)f (CH(OH)''^ ICH(OH)f 

Acrolein. Acrylic acid. B-Iodopropionie acid. Hydracrylic acid. 

about i(s own weight of water, whereas one part of ethylidene-lactate 
dissolves in about 60 parts, and one part of zincie paralactate in about 
1 7 parts of water. 

' B-Iodopropionic add is converted into propionic acid by nascent 
hydrogen. 
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Further investigation must decide, however, whether the formula 
thus assigned to hydtacrylic acid can be maintained ; at present 
the experimental evidence we possess does not favour the pro- 
posed alteration of the formulie of acrolein, acrylic acid, ;3-iodo- 
propionic acid, and glyceric acid.' 

The remaining acids of the lactic series are four isomeric 
oxybutyric acids, C3Hb{OH)C0(OH) ; two isomeric oxy- 
valeric acids, C4Ha(OH)CO{OH) ; two isomeric oxycaproic 
acids, C5Hio(OH)CO(OH) ; an oxyheptylic acid (amyl- 
hydroxalic acid), C5H,s(OH)COi;OH) ; and diamyloxaiic 
acid, CnH„a(-OH)CO(OH). 



C,iH,u_|OCO(OH) OR PYRUVIC SERIES OF MOKOCASIC 

The acids of this series are raonohydric monobasic acids ; 
they may be regarded as derived from the acids of the 
lactic series by the abstraction of two units of hydrogen, and 
from the acids of die glyoxylic series by the abstraction of 
the elements of water ; thus : 

jC„Ha,(OH) {C„Hs„_,0 JC,Hj„_,(OH)j 

tcO(OH) ' tC0(0H) ' lC0{0H) 

Aoid of laclic setiei Aqid of pyruvic series. Acid of glyoxylic series. 

The following are known : — 

Giyoxalic acid . . . C^H^Oj 

Pyruvic (pyroracemic) acid . C3H4O3 

Epihydric acid . . . C4H6O3 

Id, usu.ilij' represented 



' The ox illation 


of glycerin to glyceric ac 


fCn,.OH 

J ch:oh 

ICHj.OH 


(CH..OH 

+ 0, = JCH.OH 

lCO(OH) 


islicenus represen 


s in the following manner : 


(Cl-Ij.OH 

J CH.on 

(CHj.OH 


(CH,,OH 

+ 0, = JC(OH)... 

icH(OH) 
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Acetopropionic acid . 


C^HgOa 


Convolvulinoleic acid 


. CuHa^Oa 


Jalapinoleic acid 


. CieHgoOg 


Ricinoleic acid . 


. C1SH34O3 



Glyoxalic Acid, CgHjOj = COH.CO(OH),— See Gly- 
oxylic Acid (p. z86). 

Pyruvic Acid [Pyroracemic add), C2H3O.C0{0H), is 
produced by the dry distillation of racemic or tartaric acid, 
CiHaOfi = CaH403 + CO^ + OHa ; and by dry distilla- 
tion of glyceric acid. It is a liquid, smelling like acetic 
acid, soluble in water, and boiling at about 165°, but with 
partial decomposition. By the action of nascent hydrogen 
it is converted into fermentation lactic acid ; it unites with 
bromine to form the compound CgHjEtjOj {dibromolactic 
oddT). Two formula have been proposed for this acid r 

(CH3 [CH^l^ 

JCO and ACK ]^ ' 

(CO.OH ICO.OH 

i.e. it may be regarded either as an acetoformic acid, or as 
(CH,> 

the acid corresponding to glycide (p.i8o),jCH J . At 
(cHj-OH 

present we are not able to decide which of these formulae 

should be adopted,' 

Epihydric Acid, C4H60a, is obtained by heating epicyan- 

' The etliylic acetoacetate, { co'cxPh^"'' °'='=''''s'1 ^J* •^''^ut'ier 
(page 257) is the cthylic salt of an add isomeric with epihydric add ; 
and the compounds of the form ] ^q oc^"*''*'''^*'^"' ^"^ 
icOOc'H'''''*^'^'"*^^* obiained by Frankland and Duppa (p. 258) 
are ethylic salts of homolc^ous acids. These efhylic salts have not 
hitherto been converted into the corresponding acids, however. 
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hydrin (the product of the action of potassic cyanide 01 
epichloi'hy drill, p. 180) with hydrochloric acid sohitioii : 

HCH j^ + 20H2 + HCl=iCH 1^ + NH^Cl. 

(CHa-CN (CHj.CO(OH} 

It is a white crystalline acid, melting at 225° ; when heated 
widi hydriodic acid it yields normal butyric acid, 

AcETOPEOPiONic Acid, CsHgOg.— The sodic salt of this 
acid is produced on boiling the product of the action of 
ethylic monochloracetate on ethylic acetosodacetate {p. 25 7), 
with sodic hydrate solution : 

CH3 

CO 

CHa +2CaH,0H 

CHj +NaaCOg. 

-CO.ONa 

RiciNOLEic Acid, C1SH34O3.— The glyceric salt of this 
acid is the essential constituent of castor oil Ricinoleic 
acid is a yellow inodorous oil ; when cooled below 0°, it 
solidifies to a granular mass. On dry distillation of castor 
oil or sodic ricinoleate, a considerable quantity of an 
heptylic aldehyde {cenaiitkol), CjH,jO, is obtained, which 
is convertible by the action of nascent hydrogen into 
normal primary heptylic alcohol. On heating sodic ricino- 
leate with an excess of sodic hydrate, secondary octylic 
alcohol and sodic sebate are obtained : 
CisHaiOa + zNaHO = CgHu-OH + CjoHieNa^O^ + H,. 



CqHb„_i{0H)3 or glyoxylic series of monobasic acids. 

Two acids of this series are known : glyoxylic acid, 
CaH40j, and glyceric acid, CaHgO.,. Both are trihydric 
monobasic acids. 
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Glyoxylic Acid {dioxyaceiic add), C2H4O4 = 
CH(OH)2C0{0H), is amongst the products of the oxida- 
tion of alcohol and of glycol by nitric acid ; it is also 
obtained by the action of nascent hydrogen (evolved by 
zinc and sulphuric acid) on oxalic acid : CO(0H)C0(0H) 
4- Ha = CH(OH)sCO(OH), and by boiling the silver salt 
of bromoglycollic acid ' with water : 
CHBr(OH)CO{0Ag) + OHj = CH(OH)sCO{OH) + AgBr. 

Glyoxylic acid is a viscid colourless syrup ; it dissolves zinc 
without evolution of hydrogen, zincic glycollate being formed : 
CH{0H)2C0(0H) + Ha = CHs(OH)CO(OH) + OH^. 

Most of the metallic glyoxylates have tlie composition indi- 
cated by the formula CjHjM'O, ; thus ai^entic glyoxylate is 
CjHjAgO,, and calcic glyoxylate is (C^HjOJ^Ca. But ara- 
monic glyoxylate has the composition C2H(NHj)03, and, on this 
account, Debus, the discoverer of the acid, assigns to it the 
formula C3Hj03~COHCO(OH), and regards the salts of the 
form CjHjM'O, as salts containing water of crystallisation. 
It appears in the highest degree probable, however, that both 
acids exist; the relation of the acid COHCO{OH), which 
is appropriately termed glyoxalic acid, to glyoxylic acid, 
CH(0H)5C0(0H), being obviously of the same nature as 
the relation between aldehyde, CH3COH, and aldehyde-hydrate, 
CHjCH(0H)3, of the existence of which latter compound there 
can be little doubt, although it cannot be isolated. 

The ethylic salt of the etheric acid, CH{0C5HJjC0(0H), 
derived from glyoxylic acid, is produced by heating dichloracetic 
acid with, sodic ethylate ; 

CHCl3CO(OH) + 3NaOC3H5-CH(OCjHs)jCO(ONa) + 
HOCjH. + aNaCI, 
and digesting the product with ethylic iodide : 

lcO(ONa) ' • 1C0(0C,H,) 



' Bromoglycollic acid is produced by boiling argentic dibi 

■th water : CHBr^CO(OAg) + OH, - CHBr(OH)CO(OH) + AgBi 
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It is a colourless mobile liquid, of pleasant fruity odour, which 
boils at 199°; by the action of ammonia it is converted into the 
amide CH(OCaHJjCO(NH3), a white crystalline compound. 

Glyceric Acid (dioxypropionic add), C3Hg04 = 
CH2(0H).CH(0H).C0(0H), is obtained by oxidising gly- 
cerin with nitric acid. It is a thick non- crystallising syrup; 
phosphorus iodide converts it into /J-iodopropionic iodide, 
which on treatment with water yields /3-iodopropionic acid,' 
CHaI.CH2C0(0H). 

CnH2„_,C0(0H) OR ACRYLIC SERIES OF MONOBASIC 
ACIDS. 

The acids of this series bear the same relation to the acids 
of the acetic series tliat the alcohols of the vinylic series 
bear to the alcohols of the ethylic series. The following are 
known :— 

'Acrylic acid = . . . . C2H3CO{OH) 

*Crotonicadd ■ ) . C^H.COCOH) 

*Methacrylic acid . j 

•Angelic icid 1 c,H,CO(OH) 

*Methylcro tonic acid | 

•Pyroterebic acid . ] 

*Ethylcrotonic acid . I . . C5HgC0(0H) 

*Hydrosorbic acid . ) 

' ,9-Chloro- and bromo- propionic add are similarly prepared by the 
action of phosphorus cliloride and bromide. a-Iodopropionic acid, 
CHs-CHI-COfOH), is obtained by acting on fermentation lactic add 
with phosphorus iodide and subsequently treating the product with 
water; n-cliloro- and bromo -propionic add are similarly prepared by 
the action of phosphorus chloride and bromide, and also by the direct 
action of chlorine and bromine on propionic add. By heating n-bromo- 
propionic add with bromine it is converted into o-dibromopropioiiic 
acid, CHs.CBrj.CO{0H). The H-mono-haloid derivatives of propionic 
acid are fluid bodies ; the B-derivatives are white crystalline compounds. 

' The acids marked thus * have been artificially produced ; the re- 
mainder, of which, with few esceptlons, our knowledge is very imoer- 
fect, are obtained from natural products. 
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Damaluric acid ? 


. CvHiiOa 


Damolic acid? 


■ C,3H2402 


Moringic acid "i 
Cimicicacid 1 


■ CijH.sOa 


Physetoleic acid 
HypogKic acid 
Gaidic acid 


■ Ci^HsoO; 


Oleic acid 1 
Ekidicacid 1 ■ 


. CisHj^Oa 


DoegHc acid 
Erassic acid i 




Enicic acid j 



Formation. — i. By oxidation of the aldeliydes of the 
acrylic series : 

2C,H2„_iCOH 4- Oa = 2C„Hs„_iC0(0H). 

2. By dehydration of certain of the acids of the lactic 
series. Frankland and Duppa have shown that the ethylic 
salts of the secondary acids of the lactic series produced by 
the action of the zinc organo-metallic compounds on 
ethylic oxalate (p. 271), yield the ethylic salts of the corre- 
sponding adds of the acrylic series on distillation with phos- 
phoric anhydride or phosphorus terchloride : 

p XT C„H2„+1 

cJJ-.^^-n =c C„H,/' +0H,. 

\CO(OC,H,) \ \ -^ I 

The ethylic salt is saponified in the usual manner with 
potassic hydrate, and the acryhc acid set free from the 
potassic salt by the addition of a mineral acid. 

Classification. — The known acids of the acrylic series are 
either primary or secondary acids of the following form : 

jCH(C„Ha„)" fC(C„H,„+i)(C„H2,)" 

tcO(OH) ' lCO(OH) 



by Google 



Acrylic Acid. 3S9 

Properties. — The acids of the acrylic series are monobasic 
acids, inasmuch as tJiey furnish metallic salts of the compo- 
sition CnHj^^iCOaM,' (C„Hj„_,COa)iM," &c., and corre- 
sponding ethereal salts. They combine with the haloid 
acids and halogens to form haloid substitution-derivatives 
of the acids of the acetic series. Most characteristic of 
these acids, however, is the fact that on fusion with potassic 
hydrate they furnish the potassic salts of two acids of the 
acetic series ; thus ; 

C3H4O2 -i- 2KHO = CgH^OaK -I- CHO2K -I- Hj. 

C4HQO3 -1- 3KHO = zCsHjOjK -I- Ha. 

Crolonic acid. Potassic acelate. 

This decomposition is effected in a perfectly definite and 
regular manner, and appears always to consist in the removal 
of the CnHsn group, and its replacement by H^, the CnHjn 
group being separately oxidised to the corresponding acid of 
the acetic series. Thus the primary acids always furnish 
potassic acetate as one of the products :' 

IcS"'" +=''HO=(CH.oj,) +C.H.._,KO,+H,; 

whereas the secondary acids appear to yield the potassic 
salt of a primary acid of the acetic series homologous with 
acetic acid as constant product ; 

JC,C,J,...)(C.H.,,,,HO = 

Acrylic Acid, C3H4O3 = CH{CH2)''C0(0H).— This 
acid is the first term of the series. It is obtained r. by 
oxidation of acrolein with moist argentic oxide ; 2. by the 

1 The acids of the acrylic series derived from natural products iu- 
variably yield potaasic acetate as one of the products. 
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action of nascent hydrogen on /3-dibromopropionic acid 
(produced by oxidising dibromopropylic alcohol, the pro- 
duct of the uiiion of allylic alcoliol and bronaine, by nitric 
add) : 

CH2Br.CHBr.C0(0H) + H^ = 

CH(CH2)"C0(0H) + sHBr; 

3. by distilling /3-iodopropionic acid with plumbic oxide : 
ECgHjIOj + PbO = aC^HjOs + PbT^ + OH.j, 

Acrylic acid is a colourless liquid, possessing a penetrat- 
ing, slightly empyreumatic odour ; it is said that it becomes 
crystalline when cooled to below 7°. It boils at about 
140°.' With the exception of the silver salt, all the metallic 
salts of acrylic acid are very soluble in water. Various 
ethereal salts of acrylic acid are known, obtained not from 
tiie acid itself, but by the action of nascent hydrogen on the 
ethereal salts of /^-dibromopiropionic acid. By tlie action 
of sodium amalgam on an aqueous solution of acrylic acid, 
propionic acid is produced ; but the hydrogen evolved by 
the action of acids on zinc is not able to effect the conver- 
sion of acrylic into propionic acid. 

CrotonicAcid,CH(CH.CH3)"CO(OH).— Thisnamewas 
originally assigned to an acid, said to have the composition 
CiH^Oa, obtained from croton oil, but recent experiments 
tend to throw doubt on the existence of such an acid 
in that drug. Crotonic acid is obtained i. on oxida- 
tion of crotonic aldehyde by moist argentic oside ; s. on 

' It is noteworthy that the boiling-points of allylic altohol, acrylic 
acid, and the ethereal salts of acryUc add are identical, or nearly so, 
with the boiling-points of the isologons boclies propylic alcohol, pro- 
pionic acid, &c. Thus, allylic and propylic alcohols boil at about 
96° ; acrylic and propionic acids at about 140°; ethyEc acrykte and 
propionate at about 101°;. and allylic acrylate and propylic propionate 
at about 1 24°. 
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dry distillation of /j-oxybutyric acid (p. 257) ; , 
potassic salt from aliylic alcohol by the foiiowiiij 



CgH,,.OH + HI = C^H,! + OHa ; 
CgH,I + KCN = CaH,CN + KI ; 
CgHftCN + OHs + KHO = C3H,C0(0K) + NH,. 

It is a white cvysfalline substance, which melts at 72°, and 
boils at 181°; on fusion with potassic hydrate it yields 
potassic acetate and hydrogen. 

On account of the production of crotonic acid from aliylic 
alcohol, which is generally admitted to be correctly reptesented 
by the formula CH{CH5)".CH5(OH), it has been usual to 
assign to it the formula CH(CH5}'-.CH,C0{0H) ; but Kekule has 
pointed out that a simple explanation of the formation of cro- 
tonic acid from acetaldehyde (p. 237), and of its behaviour on 
oxidation, is alone afforded by the assumption of the formula 
CH(CH.CH3)"C0(0H), and he has succeeded apparendy in 
proving the correctness of his view. A compound represented 
by lheformulaCH(CH;)"CH5R',KekuMconsiders,cannot furnish 
acetic acid on oxidation, and as a matter of fact it is found that 
neither allyiic alcohol nor aliylic iodide yield that acid on oxida- 
tion ; the aliylic cyanide obtained from the latter by double de- 
composition with potassic cyanide, however, at once furnishes 
acetic acid on oxidation, hence the conclusion that during the 
formation of this body a change occurs of sucfi a nature that 
instead of a compound of the form CH(CH2)"CH5(CN) being 
produced, an isomeric compound of the form CH(CH.CH,)"(CN) 
results, which gives rise to the acid CH(CH.CHj)CO(OH). 

Methacrylic Acid, C(CH3){CH5X'C0(0H), the iso- 
meride of crotonic acid, is obtained (as ethylic salt) on distil- 
ling ethylic diraethoxalate with phosphorus terchloride 1 
,C(CH3),(0H) p^i _ JC(CH,)(CH„) 
3|C0(0C2H5) ^ ' ■*lC0(0CsH5) 
+ 3HCI + PHaOj. 
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Methacrylic add is a colourless oily liquid ; on fusion with 
potassic liydrate it yields pot-issic propionate, potassic for- 
mate, and hydrogen. 

Oleic Acid, C,8H340s=CH(C,aHM}"CO(OH), is pre- 
sent as glyceric oleate {oktii), CiB.^{Qii^z30.^3, in most 
natural fats and fixed non-drying oils.' 

To obtain the pure acid, olive or almond oil is saponified with 
potassic hydrate, the resulting soap is decomposed by tartaric 
acid, the mixture of oleic and stearic acids thus obtained is con- 
verted into plumbic salts by digestion with plumbic oxide, and 
the mixed salts are shaken up with ether, which extracts the 
oleate, leaving the stearate undissolved ; the oleic acid is then 
liberated by the addition of hydrochloric acid, the ethereal 
solution is decanted from the watery liquid, the ether dis- 
tilled off, and the crude acid which remains converted into baric 
salt, which is recrystallised from alcohol, then decomposed 
by tartaric acid, and the separated acid recrystallised from 
alcohol until of constant melting-point. 

Oleic acid crystallises in white needles, which melt at 
14°; it is insoluble in water. In the solid state it slowly 
absorbs oxygen, but in the liquid state it is rapidly oxidised 
on exposure to the air. On fusion with potassic hydrate it 
yields potassic acetate and potassic palmitate : 

' The natural fixed oils are divided into tion-dryiiig and dryi^ig oils. 
When exposed to the air the latter thicken, owing to the absorption of 
oxygen ; the former are also gradually altered, though in a different 
manner. The non-drying oils contain glyceric oleate, or glyceric salts 
of adds homolc^ous with oleic acid. Owing to partial decomposition of 
these salts, induced apparently by assodated foreign matters which act 
as ferments, the oils become rancid on keeping ; by washing with a 
weak alkaline solution they maybe freed from the products of decom- 
position and restored to their original state ; but this is not the case 
with the drying oils, which contain glyceric salts of adds of some 
other series than Che oleic Thus linseed, poppy, and hemp oil contain 
the glyceric salt of an acid termed linoldc acid, which is said to iiave 
the composition C,aHjjOj. 
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CsHgiOj + 2KHO = CjHsKOj + CisHgiKOj + H.. 

When nitric peroxide is passed into liquid oleic acid, it is 
rapidly converted into a solid isomeric compound, cldidic 
acid. Elaidic acid is a crystalline body wJiicli mells at 
about 4^°. It is a far more stable body than oleic acid : 
thus it may be distilled unchanged, whereas oleic acid Is 
decomposed on distillation, and even in the liquid state it 
only slowly absorbs oxygen. On fusion with potassic hydrate, 
elaidic acid furnishes the same products as oleic acid. 

Brassic Acid, Q^-iS.^-Si'i, is obtained from colza oil (the 
oil expressed from the seeds of various species of Brassica) 
in the same way that oleic acid is obtained from olive oil. 

CnH2„_3CO(OH) OR SORBIC SERIES OF MONOBASIC ACIDS. 

The following are known ; 

Tetroleic acid . . C3H3CO(OH) fuses at -ji," 
Sorbic add . . <:.-iH;CO(OH) „ 134" 
Stearolic acid . . C„H3,C0(0H) „ 48° 

Tdroleic Acid is produced by the action of an alco- 
holic solution of potassic hydrate on chlorocro tonic acid, 
C3H,C1C0{0H). 

Sorbic Acid is a crystalline acid, present in mountain-ash 
berries. Nascent hydrogen (evolved by sodium amalgam 
and water) converts it into the corresponding acid of the 
acrylic series, hydrosorbic acid, C5H9CO(OH); it unites 
with bromine to form the compound C^HgEriOj. 

Slearoiic Acid \s ohlAintA by heating bromoleic acid with 
an alcoholic solution of potassic hydrate. It is not affected 
by nascent hydrogen, but combines with bromine in two 
proportions to form the compounds CiaHj^ErjOa, and 
CisHgaErjOa. On fusion with potassic hydrate it is con- 
verted into the potassic salt of an acid of the composition 
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CioHaoOs, ivliidi, by the continued action of potassic 
hydrate, is converted into the potassic salt of myristic acid, 
CijHosOs — one of tlie higher homologues of acetic acid. 

CnHa,_,CO{OH) OR BENZOIC SERIES OF MONOBASIC ACIDS. 

This series' comprises terms of the following composi- 

C-HyOa = C^H5C0(0H) 

C„H„0, = C,jH,CO(0H) 
CjHiuOa = CsHyCO{OH) 
CoH.^Oa = CbH|iCO(OH) 
C,|Hi40^ = C|oH|3CO(OH). 

Each of these, however, excepting the first, includes a 
number of isomeric and metameric modifications. 

Formalion.—i. By oxidation of the hydrocarbons of the 
CnH2„_j series (p. ri6). 

2. By oxidation of the alcohols of the benaylic series. 

3. By oxidation of the aldehydes of the benzoic series. 

4. As sodic salts by the simultaneous action of sodium 
and carbonic anhydride on the monobromo-derivatives^ of 
the hydrocarbons of the C„H2„_s series : 

C„H2„^,Br + CO, + Naa = C„H2„_,C0(0Na) + NaBr. 

5. As ethylic salts by the action of sodium amalgam on a 
mixture of a monobrorao-derivative * of a hydrocarbon of 
the C„H2a_6 scries, and ethylic chlorocarbonate : 

C„H,,^,Br + COC1(OC,H,0 + Na, 

= C„H2„_,c6(OC2Hj) + NaBr + NaCl. 



6. By distilling a mixture of potassic cyanide and the 

' I[ is also frequently termed the aromatic series. 

' Hitherto the bromo -derivatives produced by the aetiou of bromine 

I the cold hydrocarbons have alone been employed. 
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potassic salt of a monosulphonic acid produced by the 
action of sulphuric acid on a hydrocarbon of the CnH2n_6 
series, and decomposing the resulting cvanide by potassic 
hydrate solution ; 

C„H5„_j(S0gK) + KCN = C„Hi„_,CN + K5SO3 ; 

C^H2„_,CN 4- 2OH2 = C„H^„_,CO(OH) + NH3. 

7. By fusing a mixture of sodic fonnate and the potasac 
salt of a monosulphonic acid, derived ftom a hydrocarbon 
of the CnH2„_ 6 series : 

C.H,,_j{SOjK) 4- HCO(ONa) = 

C„H2„_,C0(ONa) + HKSO3. 

8. By heating a mixture of the calcic salt of a dibasic 
acid of the phthalic or CnH2n_g(CO.OH)2 series, and an 
equivalent quantity of calcic hydrate at 300"— 400° for 
several hours : 

2C„H.,_8|^°^jCa + Ca(OH), = 

(C„H2„_,C0s)iCa + aCaCOa- 

9. From the monochloro- or monobromo- derivatives of 
the hydrocarbons of the CnH2n_6 series, produced by the 
action of chlorine or bromine on the heated hydrocarbons : 

C„Hj„_7a + KCN = C„H2„_jCN + KCl ; 
C,Hi,,_,CN + 20H^ = C,H3„_,C0(0H) + NH^. 

10. From the alcohols of the benzylic series, thus : 
C„H^_,(OH) + HCl = C,H3„_,CI + OH, ; 
C„H5„_jCl + KCN = C,Hi„_,CN + KCl; 
CAn_7CN + zOHa = C„H,„_5C0(0H) + NHj. 



By the aid of these various reactions the following adds 
of the benzoic series have been produced ; — 
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CjH.O, 


Benzoic acid 


C,H,CO(OH) 


M,-P, 


C,HgOj 


Paratoluic acid ' 
MetaCoiuic acid' 
Orthotoluic acid ' 
Alphatoluic acid * 


CsH,(CH3)CO(0H) 
C^H^CH^COCOH) 


176° 
76 


C„Hn,0, 


Mesitylenic acid '■ 
Paraxylicacid* 
Xylicacid' 
Ethylbenzoic acid 
Hydro ciimamic 1 
acid' f 
Alphaxylic acid '" 


C,H,(CH^,CO(OH) 
C,H,(CX)C0(0H) 

c,h,ch,ch,co(oh) 
■-sHiIch'cocoh) 


166° 
163 

47 
42 


Cn,H„0 


Cumj'Uc acid " 
Cumic acid " 


&g:gSSJ8i! 


i49-f5o 
92 


C„H,,0 


Homocumic acid' 


CeH,|c'HjcO(OH) 


52° 



1 Obtained by oxidation of paraxylene ; yields terephthalic acid on oxi- 
dation. 'Prepared by method 8 from uiritic acid, CaHjlCHslCO-OHl,, 
and by the action of nascent hydrogen on the bromotoluic acid formed 
by oxidising monobromometaxylene ; yields isophthalic acid on oxida- 
tion. ' Tine mixture of loluenepsra- and tolneneortho- sulpTionic acid, 
obtained on treating toluene with concentrated sulphuric acid, yields 
by method 6 a minture of para- and orfho-toluic acid, which may be 
separated by fractional crystallisation of the calcic salts ; orthotoluic acid 
is entirely decomposed on oxidation. ' Prepared from toluene by method 
9, and from benzyhc alcohol by method 10 ; yields benzoic acid on 
oxidation. "Obtained by oxidation of mesitylene, CeHalCHa)^ ; 
yields mesidic (uvitic) acid, CoH3(CH.,)(CO.OH)3, and mesitic add, 
CaHs(C0.0H)3, on oxidation. » Obtained together with xylic acid' 
on oxidation of pseudocumene, CeH.^CHgJaS both paraxylic and 
):ylic acid yield xylidic acid, CaH3(CHa)(CO.OH}, on oxidation. 
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Properiies. — When acted upon by various reagents, the 
acids of the benzoic series, as a rule, furnish substitution- 
derivatives, and yield additive compouDds only iti a certain 
very limited number of cases ; they thus resemble the acids 
of the acetic series, and differ from the acids of intermediate 
series in somewhat the same way that, the hydrocarbons of 
the benzene series resemble the paraffins and differ from the 
hydrocarbons of intermediate series. By the action of the 
halogens, nitric acid, &c., on the acids of the benzoic series, 
araultitude of well-characterised crystalline substitution -deri- 
vatives are obtained, among which occur numerous instances 
of isomerism. 

Behaviour on Oxidation. — The acids tabulated above be- 
long to two metameric series, the relation between which 
is of the same nature as tliat which obtains between the 
phenols and the alcohols of the benzylic series, as will be 
e\ideiit on inspection of the following general formula : 



-"■1 OH ' ^'^-"'1 C„H^.OH' 



^ *-"■( CO.OH ' "-stij^^j C„Ha„(CO.OH)- 

The acids of the series CgHr,.^ j'^"^^"+ '^'" are ulti- 
mately converted, on oxidation, either into acids of higher 
basicityoftheformC6Hs_„(CO.OH)„ + i,i.e. into acids con- 
taining the same number of units of carbon ; or are entirely de- 

« Prepared by oxidising diethylbenzene witli niti-ic acid ; yields tere- 
phthalic acid on orJdadon. ' Produced by the union of cinnamic add 
and hydrogen ; yields benzoic add on oxidation. '" Prepared by metliod 9 
from the monochioroxylece formed by the action of chlorine on boiling 
xylene; yields benzoic acid on oxidalion. " Produced by oxidation of 
tetramelhylbenzene (durene) . " Prepared by oxidation of cumic aldehyde 
from Roman cumin-oil. " Prepared by method 10 ftom cumic alcohol. 
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composed. Theaddsoftheseries'CGHj„n,j^ " ^"+''^ 

either yield acids of the form CeH5_„{C0.0H)^+i, the 
CiH2„(C0.0H) group being oxidised to CO.OH; or they 
are entirely decomposed.^ 

Benzoic Acid, CiHgOs = CgH CO(OH) present in 
various gums and balsams, and i p allj ab ndaot in 
gum benzoin, the dried exudation f n 1 b k f Styrax 
benzoins, tree growing in Sumatra J 1 B neo. It 

may be produced by all of th^ gene 1 n 1 d f formation 
(p. 294) ; also by oxidation of a n e t I ene and 
formic acid fp. 115), and by boiling hippurlc acid {beiiz- 
amido-acetii acid) with hydrochloric add ; 
(CH2(NH.C0CaHj) , oh - jCHs(NH5) (CflH., 
ICO.OH ' tcO.OH '^ tcO.OH" 

Hippiiric add. Araidoac=lit; acid. Beiuoic add. 

Benzoic acid may be obtained by sublimation in beautiful 
feathery crystals ; when prepared from gum-benzoin it has 
a fragrant odour, due to the presence of traces of a volatile 
oil ; the pure acid is inodorous when cold. Benzoic acid 
melts at 121°, and boils ar about 239° ; it dissolves readily 
in alcohol and in boiling water, but difficultly in cold water. 
Wlien acted upon by very concentrated nitric acid, or a 
mixture of potassic nitrate and sulphuric acid, it is con- 
verted into a mixture of mda- and ortho-mirobenzoic acid, 
C6Hj(N02)CO(OH); the formerofthese isomeric acids is the 
main product A third isomeric a.chd.^J'amHilfobenzoic aa'd,^ 
is produced by oxidisbig crystalline nitrotoluene (p. 125). 

' Alphatohiic, hydroclnnamic, alphasylic, and homocumlc acids are 
members of the series ^^a^j.^ j 'q''£j°''J'(!,J5;q,t, ; the i-emaining acids 
included in the table (p. 296) are members of the mefimeric series. 

' Probably in those cases in wliich. the acid is entirely decomposed, 
the corresponding acid of the CaHj_n,(CO.OH)n,+, seiiesis firstformed, 
but at once further oxidised (see P/ithaiic And, p. 319). 

* The isomeric di-derivatives of benzene ate classed in three groups 
according as tliey are either derived from, or are convertible into, or 
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Acids of the Salicylic Series. 2gg 

Oithonitrobenzoic acid melts at 145° ; metanitrobenzoic acid 
at 140°; paranitiobenzoic acid at about 340°. Each of these 
acids yields on reduction the corresponding amiilobeiizoie acid, 
CgH4(NH2)CO(OH}. These amidobenzoic acids not only 
form metallic salts in the ordinary manner, but are also capa- 
ble of combining with the i^ineral acids to form salts, such 
as amidobenzoic nitrate, CeH4(NH3.HN03)CO(OH), &c. 
This behaviour is characteristic of the amido-acids generally. 
Bromine has no action on benzoic acid in the cold, 
but when heated together they form metabroinobensoic acid, 
CfiHjBrCO(OH); by prolonged heating with bromine and 
water, benzoic acid is finally converted \a.to pentabroniobenzoic 
acid, CeBr5C0(0H). On distillation with phosphorus penta- 
chloride, benzoic acid jvi\A%ben%oic chloride l^&nzayX chloride), 
Ci^HjCOCl, as a mobile colourless liquid boding at 196°, 
which is slowly decomposed by cold water, and reconverted 
into benzoic acid. By the action of nascent hydrogen (evolved 
by sodium amalgam) benzoic acid is converted into kydro- 
i}enzoicadd, C6H9CO(OH), a crystalline, highly unstable acid, 
which is gradually reconverted by oxidation into benzoic acid 
when re crystallised in contact with atmospheric oxygen. 

C„H2n_6(OH)CO(OH) OR oxvEENzoic (salicylic) series 

OF MONOBASIC ACIDS. 

The acids of this series are dihydric monobasic acids, and 
bear the same relation to the corresponding acids of the 
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bennoic ssries that the acids of the lactic series bear to the 
acids of the acetic series. The following are known : — 

Orthoxy ben zoic (salicylic) acid \ 

Metoxybenzoic (oxybenzoic) acid C,Hj(OH)CO(OH). 

Paroxybenzoic add . . J 

o, ft and Y Cresotic acid . . CgH,(OH) j QOfOHl 

Oxymelhylbenzoic acid . . '^cH4|(30(OH) 

Mandelie (phenylgiy collie) acid . CH(OH) j r-Q/Qus 

i.a (Phloretic add (?) . . . ,) 

|.y , Hydrocoiimaric (mdilotic) acid{?) \ c.,H, c'^.jt^^ 

||^(Hydroparacouinarlcacid . .J ' 'I.CO(OH} 

Piienyllactic acid. 

Thymoticacid .... C„H,/OH)(CHj 

tcO(OH) 

In general behaviour the acids of the salicylic series 
closely resemble the acids of tlie lactic series, but are more- 
stable compounds. By the action of acetic chloride they 
are converted into monace to -derivatives of the form 
C„Hj„_8(O.C5HbO)CO(OH); etlieric acids of the form 
C„H2B_g(OC„H2„+i}CO(OH)maybe obtained from them 
by methods precisely similar to those employed in the pre- 
paration of the etheric acids of the lactic series (p. 273). 

Salicylic, oxybenzoic, ssA paroxybenzoic acids are produced 
by oxidation of the isomeric cresols by fusion with potassic 
hydrate (p. 170); by fusion of the isomeric (ortho-, meta-, 
and para-) mono-ha!oid derivatives of benzoic acid with 
potassic hydrate — thus metabromobenzoic acid yields 
potassic metoxybenzoate : 
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and by the action of nitrous acid on heated aqueous soiu- 
tions of the three isomeric aiiiidobenzoic adds ' : 

tcO.OH ^ "'^"^^ ICO.OH ^ ' ^ ' 
Salicylic acid is also obtained by the simultaneous action of 
sodium and carbonic anhydride on phenol ; 
2CoH5(OH) -!- 2CO3 + Nas = 2CoH4(OH)CO(ONa) + H,; 
by oxidation of saligenin and salicylic aldehyde ; and by 
saponification of oil of wintergreen (methylic salicylate, 
p. 151) by potassic hydrate. Paroxy benzoic acid is best 
prepared by fusing anisic acid with potassic hydrate : 



' In the case of the moiiamido-derivativcs of the acids of the acetic 
series, which are simiiariy converted into the corresponding acids of the 
lactic series hy the action of nitrous acid (p. 370), it is not possible to 
isolate any intermediate pioduct; but in the case of the moiiamido-acids 
derived from the lienioic series and isolc^ous series containing propor- 
tionately less hydrogen, the immediate product may usually be isolated. 
For example, by the action of nitrous acid on a ca/i/ aqueous or alcoholic 
solution of amidobenzoic acid to which nitric acid has been added, 
diawbemoic nitrate is produced ; 

fCeH,(NH,.HN03) , jjfjo ^ jQH,(N,.N03) . .qh 
'CO|OH) ' ICOIOH) ^' 

Similarly a solution of amidobenzoic acid yields diasobensok amido- 
benzoate. These diaio-salts are readily decomposed on warming with 
water : nitrogen is evolved, and the corresponding oxy-acid produced : 
CaH,(N^.N03)C0(0H} + OHj = CaH^(OH)CO(OH) + HNO3 ■(■ Nj. 
The action of nitrous acid appears always to lake place in the manner 
thus indicated; the acid salt of the amido-acid being iirst converted, 
by the removal of three units of hydrogen, which are replaced by one 
imit of nitrogen, into the corres]'>onding diazo-salt, which by the subse- 
quent action of water is converted into the corresponding oxy-acid ; in 
many cases, however, the diaeo-salt produced is so unstable apparently 
that it is at once resolved on formation by the action of water into the 
oxy-acid. (Compare Amines, A^lieit sf Nilroiu Acid on, p. 333). 
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A number of resins (benzoin, acaroid resin, &c.) also furnish 
this acid when fused with potassic hydrate. 

They are crystalline bodies : salicylic acid melts at 157° ; 
oxybenzoic acid at 199" ; and paroxybenzoic acid at 210°. 
The aqueous solution of salicylic acid is coloured violet on 
the addition of ferric chloride, which is not the case with 
solutions of the isomeric acids. On heating alone, or with 
water, each of these acids is resolved into phenol and car- 
bonic anhydride : salicylic acid being decomposed at 230'— 
230°, paroxybenzoic acid at 2oo°-zio; but oxybenzoic acid' 
only at a much higher temperature. On distillation with 
PCI5 salicylic acid is converted into chhrobenzoic chloride, 
C(jH4ClCOCI, which when decomposed by water yields 
orthochlorobenzoic acid isomeric with metachlorobeiizoic 
add obtained by chlorinating benzoic acid, and with para- 
chlorobenzoic acid formed by oxidising chlcrotoluene. 

The isomeric cresotic acids ai-e obtained by the simultaneous 
action of sodium and carbonic anhydride on the isomeric cresols. 
Oxymethylbensoic add is prepared by acting on paratoluic acid 
at iSd'-lJo" with, bromine, and heating the resulting bromotoluic 
acid, CjH,(CHjBr)C0(OH), with water and alkali. Mandelic 
acid (see p. 234). Phloretic add is produced together with 
phloroglucin on fusing phloretin with potassic hydrate, phloretin 
being obtained by heating phloridzin — a glucoside contained in 
the root-barkof the pear, apple, plum, and cherry tree— with dilute 
acids: C5,Hj,0,,+ OHj = CeH,50, + C,5H„0-. Hydro-, 
add is formed by the action of nascent hydrogen o 
acid, hydroparacoumaric being similarly prepared from para- 
coumaric acid — an acid obtained from aloes ; the former acid 
yields salicylic acid on fusion with potassic hydrate, the latter 
paraoxybenzoic acid. Pkenyllactic add is produced by com- 
bining cinnamic acid with hypochlorous acid and acting upon 
the resulting compound CoHjClOa with nascent hydrogen. 
Thymotic acid is prepared by the simultaneous action of sodium 
and carbonic anhydride on thymol (methylpropylphenol). 

' Oxybenzoic acid distils in great part unchanged when Etrongly 
heated, but is in part converted into anlhrafiavone, CuHbO,= 
aCjHaOa — aOHj, an isoraeride of aliiarin. 
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QH2„„9(OII)2CO(OH) OR DIOXYBENZOIC SERIES OF 
MONOBASIC ACIDS. 

A number of isomeric modifications of the first term of the 
series— dioxybenzoic acid, C6H3(OH}2CO(OH)— have been 
described, but higher terms have not hitherto been investi- 
gated. The best known are the following : — 

Protocatechidc acid {carbohydroquinonic acid), prodiiced 
by fusing kino, catechin, and a number of other resins with 
potassic hydrate ; also on simdar treatment of the mono- 
sulphonic acids derived from oxybenzoic and paroxybenzoic 
acid; and on oxidation of quinic acid.' 

Oxysalicylic add, obtained by heating moniodosalicylic 
acid with potassic hydrate. 

Dioxybenzoic add, prepared by fusing the disulphobenzoic 
acid, CeH3(S03H)2CO(OH), obtained on heating benzoic 
acid with concentrated sulphuric acid and phosphoric anhy- 
dride at 230°, with potassic hydrate. 

These acids are crystalline bodies. On dry distillation 
protocatechuic acid is resolved into carbonic anhydride and 
pyrocatechin, CeH4(OH)2 ; oxysalicylic acid, it is stated, 
yields a mixture of pyrocatechin and hydroquinone ; dioxy- 
benzoic acid yields anthrachrysone {tetraoxyanihraqiiiHone): 
2C,H604 = CnHsOa + sOH,. 

CnH;n_,o(OH)3CO(OH) OR GALLIC SERIES OF MONO- 
BASIC ACIDS. 

Gallic or Trioxveenzoic Acid, CuH^fOHlaCOpH), 
has been produced by the action of potassic hydrate on an 
aqueous solution of diiodoFalicylic acid ; it exists as such 
in small quantities in many plants, but is most readily ob- 
tained from Turkish gall-nuts (infra). 

Gallic acid crystallises from water in white needles, of the 

' Quinic acid, C,HijOa, is a crystdline acid contained in cineliona 
bark, coffee beans, and a number of otlier vegetable substances. 
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composition CjH^Oj.OHa ; its aqueous solution has a 
slightly acid astringent taste, and is coloured deep blue by 
ferric salts, but does not precipitate gelatin. Gallic acid 
is very readily oxidised, and rapidly reduces gold and silver 
salts to the metallic state. On heating to 210° it is resolved 
into carbonic anhydride and pyrogallol {pyrogalUc add), 
C6H3(OH)3. Acetic chloride converts it into triacetogallic 
acid, C6H2{OC2H30)3CO(OH). On boiling an aqueous 
solution of gallic acid to which a small quantity of arsenic 
acid hiis been added, tannic acid is produced, the arsenic 
acid remaining unaltered ; tannic acid appears to be an 
etheric anhydride of gallic acid, thus ; 

■ I CO.OH f CO.OH 

■M(0H)3 C6HJ(0H), 

- OHj = i 1 

C jj j CO.OH C.H,l'='^''f 

^''^-{(OH), ^''"^(OH)^ 

By heating with acetic anhydride tannic acid is converted 
into paitacetotannic acid ; when boiled with concentrated 
hydrochloric acid it is reconverted into gallic acid. By 
heating gallic acid with concentrated sulphuric acid at 100°, 
so-called rufigallic acid, CuHgOs = 2C,HeO5-20Hg, is 
produced ; rufigallic acid has powerful dyeing properties, 
yielding with iron and alumina mordants colours similar to 
those furnished by alizarin, to which indeed it appears to be 
closely related, as it also yields anthracene when passed over 
heated zinc dust. 

Taniiic Acids or Ta/mitis. 
This name is applied to a class of substances very widely 
distributed throughout the vegetable kingdom, which are mostly 
amorphous, have a slight acid reaction, and are characterised 
by their astringent taste, by yielding a biack-blue or greea pre- 
cipitate or colouration with ferric salts, by precipitadng gelatin 
and albumin from their solutions, and by uniting with animal 
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membrane to form a mass capable of resisting putrefaction (the 
membrane is tanned, as it is termed, ajid converted into leather). 
At present, however, our knowledge of the composition of these 
substances is extremely limited. Most of them appear to be 
glucosides, i.e., they yield a glucose and another substance on 
boiling with dilute acids. Those which turn ferric salts black- 
blue usually yield pyrogallol amongst other products on dr;' 
distillation, whereas those which turn ferric salts green furnish 
pyrocatechin. 

, Gallotannic Acid or Tannin, the best known of these com- 
pounds, exists in the gall-nuts of Q^ercus infectoria and other 
species of oak, in the common oak-apple, and in sumach, &c. 
It is especially abundant in Aleppo galls, from which it may be 
extracted in the following manner: — A quantity of the finely 
pulverised gail-nuts is placed in a long narrow glass vessel, pro- 
vided at tiie lower end with a plug of cotton-wool, and ordinary 
ether (containing water and alcohol) poured in. The liquid 
percolates through the mass and is received in a bottle, in which 
it separates into two layers. The lower of these is almost colour- 
less, and consists of an aqueous solution of nearly pure tannin; 
it is separated from the upper, repeatedly washed with ethei, 
and then placed to evaporate over stUphuric acid in vacuo. 
Tannin thus obtained forms a yellowish, friable, non-crystalline 
mass, soluble in water, less soluble in alcohol, and very slightly 
soluble in ether. It exhibits an acid reaction, and has a pure 
astringent taste; with ferric salts it yields a blue-black preci- 
pitate, which is the basis of writing ink. On boiling with dilute 
acids it yields gallic acid and glucose, being first resolved, it 
would seem, into glucose and tannic acid, the latter of which is 
then converted into gallic acid. The same change occurs when 
powdered galls are mixed with water to a thin paste and ex- 
posed to the air in a warm place for two to three months, water 
being added from time to time to replace that lost by evapo- 
ration ; and in addition the sugar undei^oes alcoholic fermen- 
tation, Strecker was led by his analyses to assign the formula 
CjjHjjO,, to tannin, and regarded it as a glucoside of gallic 
acid i but recent experiments show that it more probably has 
the composition C,^H,50s,-2C,^H,(|0, + CcH,„Oe-20H3, and 
that it is a glucoside of tannic acid. 
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CnH3n_BC0(0H) OR CINNAMIC SERIES OF t 
ACIDS, 

The same relations exist between the acids of this and the 
benzoic series as between the acids of the acryhc and acetic 
series. 

Three crystalline acids of the composition C8HjC0(0H) 
are known : Cinnamc acid, which exists ready formed in 
Peru and Tolu balsam, and may also be obtained by oxida- 
tion of cinnamon-oii (cinnamic aldehyde), and by the action 
of sodium and carbonic anhydride on bromocinnamene, 
CgHjBr;' and airoptcand isotropic acid, which are obtained, 
together with a basic compound termed tropiiie, on boiling 
atropine (the alkaloid of Atropa belladonna) with baric 
hydrate solution. 

Cinnamic acid melts at 120°; atropic acid at 106''; isatropic 
acid at about zoo°. By nascent hydrogen cinnamic add is 
converted into hydrocimiamic acid, CsHioOj ; atropic acid 
into an acid isomeric with the latter. On fusion with 
potassic hydrate, cinnamic acid yields potassic benzoate and 



[CH(CH.CeH5)" ,..,,„_ (CH3 , (CsH, , „ . 

whereas atropic acid yields a mixture of potassic formate and 
the potassic salt of alphatoluic acid : 

' Cinnamic acid is also produced by a remarkable reaction, by heating 
benzoic aldehyde with acetic cliloride containing hydrochloric acid. 
The following interpretation of the reaction may be given ; 

CeHoCOH + HQ " CeHECH(OH)CI ; 

CaHiCH(OH)Cl + CHaCOCl = (C,H^CH)CH.COCl + OHj + HCl ; 

(CBHiCH)CH.COCI + OH^ = (CsHjCH)CH.CO(OH) + HCl. 
Phenylangelic acid, CijHigOj, homologous with cinnamic acid, has 
been similarly produced by heating benzoic aldehyde witb butyric 
chloride. 
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CnH2„_iiC0{0H) SERIES OF MONOBASIC ACIDS. 

PhenylpropioUc Acid, Q.^s,Q^Q.O{Q)X), the sole repre- 
sentative of this series, obtained either by heating a-bromo- 
cirmamic acid with potassic hydrate, or by the union of car- 
bonic anhydride and the sodium derivative of acetenyl- 
benzene (p. 128), is a crystalline acid melting at 136°. 
Nascent hydrogen converts it into hydrocinnamic acid. 



CnH3„_i3CO(OH) OR NAPHTOIC SERIES OF MONOBASIC 
ACIDS. 

Two isomeric acids of this series, a- and ji-iiapktoic add, 
CioH,CO(OH), are known. These are prepared by dis- 
tilling the potassic salts of «- and /3-naphthalenesulphonic 
acid (p. 131) with potassic cyanide, and decomposing the 
resulting cyanides in the usual manner. a-Naphtoic acid 
melts at 160° ; /3-naphtoic acid at 182°. In chemical beha- 
viour these acids resemble benzoic add most closely. 

By the simultaneous action of sodium and carbonic anhy- 
dride on a- and /3-naphtol (p, 172), two isomeric oxynaph- 
toic acids, CioH|i(OH)CO(OH), are produced. 

CnH2n_j9CO(OH) SERIES OF MONOBASIC ACIDS. 

A single acid of the series, anthramiecarboxylic acid, 
CnH9C0(0H), has been obtained by heating anthracene 
with carbonic oxychloride at 200°, and decomposing the 
resulting acid chloride with water i 

ChH,o -I- COCla = CnHgCOCl + HCl. 
it melts at 206°, but is at the same time resolved into 
anthracene and carbonic anhydride. 

C„H2n(C0.0H)a OR SUCCINIC series of dibasic acids. 
The following terms of this series are known : — 
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Oxalic acid ... . . (CO.OH), 

Malonic acid CHjicO.OH)^ 

Succinic acid CJ-licO.OH)., 

Pyrotartaric acid .... CjH^fcO.OH).; 

Adipic acid C,Hj{CO.OH)j 

Pimelic acid C5H,o(CO.OH)5 

Suberic acid C^His(CO.OH)5 

Anchoic acid C,H,,(CO.OH), 

Sebacicacid C,H,^(CO.OH), 

Rocellic acid CjgHj„[C0.OH)3 

Isomeric modifications of several of these have been, obtained. 
Formation. — i. By oxidation of the primary glycols.' 

2. From the hydrocarbons of the C^^,^ or define series : 
C„H,„ + Br^ = C„H5„Brs ; 

C„Hj„Bra + 2KCN = C„H2„(CN)3 + 2KBr ; 
C„Ha„(CN)3 + 20Hj+aKOH = C^Hj^lCO.OKj^ + aNHj. 

3. From the ethylic salts of the mono-haloid derivatives 
of the acids of the acetic series, in the following n 

fC„H,„Br _ JC„H,„(CN) 

ICO.OC5H5 "^ ^ '~ (CO.OCjH, ■'' 



4. By the action of sodium, silver, or copper on the 
mono-haloid derivatives (preferably the iodo- derivatives) 
of the acids of the acetic series : 
2C,HsJC0{0H) -f Ag, = C,„H4,(C0.0H), -t-2AgI. 

Properties. — The acids of the succinic series are crystalline 
solids. Like all dibasic acids they yield, as previously ex- 
plained (p. 243), two series of metallic and ethereal salts, 
acid amides, &c. 

' Many of the acids of the series— succinic, adipic, pimelic, suberic, 
and anchoic acid — are obtained by oxidising various fatty and resinous 
substances — tallow, suet, the oils, &c. — with nitric acid. 
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They cannot be distilled unchanged, being resolved either 
into water and the corresponding acid anhydride : 

C„Hj„(C0.0H)2 = OH2 + C„H2„(CO)20 ; 

or into carbonic anhydride and an acid of the acetic series : 

C„H2„(C0.0H), = COa + C,H,„+,CO(0H). 

On electrolysis many of the acids of the series are re- 
solved into an olefine, carbonic anhydride and hydrogen : 

C,,H2„(C0.OH)a = QHa„ + aCO;, + Hj. 

When heated with an excess of sodic or baric hydrate 
they are resolved into a paraffin and carbonic anhydride ; 

C„Hi„(CO.OH)i = C„H5„^.2 + zCO^. 

Ero mo -substitution -derivatives are obtained by the action 
of bromine, but the substitution is effected far less readily 
than in the case of the acids of the acetic series. 

Oxalic Acid, CaHjO, = (CO. OH) 3. —This acid is 
present in most plants, sometimes in the free state or as 
sodic or potassic salt, but more frequently as calcic oxalate. 
Calcic oxalate is also found in urine and urinary deposits, 
A large number of complex organic substances, such as sugar, 
starch, cellulose, &c., yield oxalic acid when oxidised by 
nitric acid or by fusion with potassic hydrate ; in fact, oxalic 
acid is now prepared on tlie large scale by heating sawdust 
with a mixture of sodic and potassic hydrate. Oxalic acid 
is produced, as sodic salt, i. by heating sodium in an 
atmosphere of dry carbonic anhydride to about the boiling- 
point of mercury : 2CO3 -f Naj = C204Na2 ; and 2. by 
heating sodic formate : 2HC0(0Na) = H^ -f (CO.UNa)j. 
It is also formed by warming an aqueous solution of cyanogen 
with hydrochloric acid or an alkali: CsNs + 4OH2 = 
C^OiHj + 2NH3, and by oxidation of ethylene glycol. 



by Google 



310 Organic Ckemistry. 

Oxalic acid crystallises from water in transparent colour- 
less prisms of the composition C^OiHa, 3OH3 ; the water 
of crystallisation is expelled at 100°, and on continued 
heating the acid is decomposed (see p. 253), Heated in 
presence of dehydrating agents it is readily resolved into 
carbonic anhydride, carbonic oxide, and water. Chlorine 
acting upon an aqueous solution forms hydrochloric acid 
and carbonic anhydride. Nitric acid scarcely affects oxalic 
acid, but by most other oxidising agents it is rapidly oxidised 
to carbonic anhydride and water. 

Malonic Acid, C,H^04 = CHj(C0.0H)2 (see p. 61). 

Succinic Acsd, C2H4 (CO.OH);, exists in two isomeric 
forms, known respectively as 

(CH.CO.OH (CH, 

tCH^CO.OH 1CH(C0.0H)5 

SuccinLcorelhylencilicarbOKylicacId: and IsosuccinicorstliylLfiensdicerbosylk acid. 

Succinic acid may be prepared by method 2 (p. 308) from 
ethylene, and by method 3 from /3-chloroprop ionic acid, 
isosuccinic acid being prepared from n-chloropropionic acid 
(p. 387) by the same method. Succinic acid was originally 
obtained by dry distillation of amber, in which it exists ready 
formed ; all the acids of the acetic series, from butyric acid 
upwards, are said to yield succinic and other acids 
of the series when oxidised by nitric acid. On the large 
scale it is usually prepared from malic acid by fermen- 
tation. 

Succinic acid melts at 180°, and when heated to tlie 
boiling-point (about 235°) is resolved into water and succinic 
anhydride ; isosuccinic add melts at 130°, and when heated 
to 150° is resolved into carbonic anhydride and propionic 
acid. Succinic acid is less soluble in water than isosuccinic 
acid ; a solution of sodic succinate yields a red-brown 
precipiiate of ferric succinate with ferric chloride; isosuccinic 
acid is not precipitated by ferric chloride. 
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C4H,(OH)(CO.OH)2 
C6H,i(OH)(CO.OH)2 
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CnH2„_i(OH)(CO.OH)2 OR MALIC SERIES OF DIBASIC ACIDS. 

The acids of this series are tribydric dibasic acids. 
TJie following are known : 

Tartronic acid (oxymalonic add) CH(0H)(CO.OH)s 

Malic acid (oxysucci. 

Citramalic acid 

Glutanic acid . 

Oxyadipic acid 

Oxysuberic acid 

Malic or OxisucciNic \cm, C2H3(OH)(CO.OH)j. 
— This acid i*; most widelj distnbated throughout the 
vegetable kingdom, occurring sometimes in the free state, 
sometimes as potassic, magnesic, or calcic salt ; thus, it is 
contained in unripe apples, in gooseberries, strawberries, 
cherries, &c., but is espetialh abundant in tlie not quite 
ripe berries of the mountain ish It has been obtained by 
digesting monobromosuccuiic acid with argentic oxide and 
water. Malic acid, like all the acids of the series, is a white 
crystallinedeliquescentsubstance;wbenbeatedwitiihydriodic 
acid, it is reduced to succinic acid. 

Aspartic Add, Asparagine. — These two bodies are intimately 
related to succinic acid, aspartic acid being amidosucciiiic 
acid, and asparagine the acid amide of aspartic acid; thus: 
„„ JCO.OH . ,. „ ,^-,,(CO.OH. p„ ,„„,|CO.NH, 

Asparagine is a crystalline optically active substance, present 
in asparagus, marsh-mallow, the young shoots of vetches, peas, 
beans, and many other leguminous plants. When boiled with 
a mineral acidiand water it is resolved into aspartic acid and 
ammonia. By the action of nitrous acid on an aqueous solution of 
aspartic acid malic acid is produced. 

Glutamic ^arf, C,Hs(NHj){CO.OH)„ is a crystalline acid 
obtained, together with aspartic acid and other products, on 
heating gluten, casein, &c, with hydrochloric acid; nitrous 
acid converts it into glutanic acid. 
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CnH2n_5(OH)2(CO.OH)2 OR TAKTARIC SERIES OF 
DIBASIC ACIDS. 

The members of this series are tetrahydric dibasic acids. 
The following are known :— 

Mesoxahc acid ...(?) C(0H)s(CO.0H)2 
Tartaric acid (dioxy succinic 

acid) . 
Homotartaric acid 
Citra tartaric add 
Itatartaric acid 
Dioxyadipic acid 
Dioxysuberic acid 



C2H,(OH)5{CO,OH)a 
CaH,(0H5)(C0.0H)j 



C4H6(OH)2(CO.OH)2 
C^H,q(OH)2(CO.OH)2 



Tartaric Acid {dioxysuccinic ff«;^), Ci,Hs(OH)s(CO.OH) 3. 
— This acid is also very widely distributed throughout tlie 
vegetable kingdom, and, together with citric and oxalic 
acids, usually accompanies malic acid in plants.' It is 
largely employed, and is always prepared from the so-called 
crude tartar or argot {hydric potassic tartrate, CjHsKOe) 
which is deposited from fermenting grape juice during the 
operation of wine making, in the following manner : 

' This circiimstance alone su^ests that a close genetic relation exists 
between these fuur acids. Debus has, in fact, recently succeeded in 
obtaining ethylic tartrate, together with ethylic giycollafe, by the 
action of sodium amalgam on an alcoholic solution of ethylic oxalate. 
It may l>e supposed that by the action of the hydrc^n generated by the 
action of the amalgam on the alcohol, etiiylic glyoxalate is first pro- 
duced; 

JCO.OC5H3 

ICO.OCaHt 

which is in the main converted by the further action of the nascent 
hydrt^en into ethylic glycoUate, but also in part converted into ethylic 
tartrate; thus : 

fCO.OC^H; 

I con „ _ JCH.OH 

^ICO.OC^Hs ■ ^^= " ICH.OH 

tcO.OQHj 
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A boiling solution of the acid tartrate is treated with pow- 
dered chalk, whereby insoluble calcic tartrate and colublc 
potassic tartrate arc produced : 

aC^HjKO^ + CaCO, = C^H^CaO, + C4H^KjOb+ CO^ + OHj. 
Calcic chloride so]ution is then added to the solution of potassic 
tartrate, and the precipitated calcic tartrate added to tiie pre- 
vious precipitate and the whole treated with sufficient sulphuric 
acid to form calcic sulphate and tartaric acid. Finally, the 
solution, of tartaric acid is separated from the precipitated 
calcic sulphate and evaporated to crystallisation. 

Five modifications of tartaric acid exist, namely ; — 

1. Dextrotartaric or ordinary tartaric acid, so called from 
its property of causing the plane of polarization of a ray of 
light to rotate to the right 

2. Lavotarfaric acid, which rotates the plane of polariza- 
tion to tiie left. 

3. Jlacemic or paraiariaric acid, which is optically inactive, 
and may be resolved into dextro- and Ijevo- tartaric acid. 

4. Inactive or mesotartaric acid, which is also optically 
inactive, but cannot be resolved into dextro- and Ijevo- 
tartaric acid. 

5. Metatartaric acid. This modification is produced by 
fusing tartiric acid, and is uncry^tallisable. 

When dibromosuccinic acid is digested with ai^entic oxide 
and water, it is converted into tartaric acid. The acid thus 
obtained is mesotartaric acid, but Jungfleisch has recently 
shown that by heating with water at 175° it is converted 
into racemic acid, which he separated into dextro- and 
isevo-tartaric acid. He employed succmic acid prepared 
from ethylene, and has thus proved that it is possible, en- 
tirely by artificial means, to produce an optically active sub- 
stance, which had hitherto been regarded as impossible of 
accomplishment. Jungfleisch has also shown that by heat- 
ing with water at r6o°, dextrotartaric and racemic acid are 
both converted into mesotartaric acid. 

Dextro- and See vo- tartaric acid have the same specific gravity 
and solubility in water, and their crystals are bounded by the 
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same number of faces inclined at exactly the same angles, but 
certain of the faces which, when the crystals are similarly 
placed, are to the right in the one modification (in dextro-tartaric 
acid), are to the left in the other, so that the crystals of these 
two modifications are to one another as an object and its 
reflected image. Solutions of the two modifications of equal 
strength deflect the plane of polarization of a raj of light to an 
equal extent, but in opposite directions If a solution contain 
ing equal weights of dextro- and lEevo-tavtaric acid be evipora*ed 
to crystallisation, racemic acid is produced,' which on the other 
hand may be resolved into dextro- and \-e\o tartanc acid in a 
variety of ways. Thus, Pasteur has shown that if tn o solutions 
containing equal weights of racemic acid are neutralised— the 
one with ammonia, the other with sodic hydrate, then mixed, 
and evaporated to the crystallising point, cnstila of sodic 
ammonic tartrate are deposited, half of which hive certain 
faces situated on the right, which in the other hall aie situated 
on the left ; these crystals may be separated by hand and by 
dissolving separately the two kinds in water, precipitating by 
plumbic nitrate, and decomposing the precipitates of plumbic 
tartrate by dilute sulphuric acid, solutions Txe obtimed nhich 
on evaporation yield respectively dextro tirtiric ind la;\o 

The crystals of dextro- and la;vo-tartaric acid are anhydrous ; 
those of racemic acid have the composition CjHgOjjOHj. 
Racemic acid is less soluble in water than tartaric acid, and 
calcic racemate is insoluble in acetic acid, which dissolves calcic 
tartrate. 

By heating tartaric acid with various alcohols, correspond- 
ing ethereal salts, C.{a.J<:m)4S^Q.O^)i, &c., are produced. 

When tartaric add is heated with acetic chloride, diaceto- 
tarfaric add, Q.^^{0. 0.^^0)4^0. OYi\, is formed, but 
converted at the temperature to which it is necessary to heat 
in order to complete the reaction into diacetotartaric anhy- 
dride, C3H2(O.C2H30)2(CO)20. Ethylic tartrate similarly 
treated yields either ethylic acetotartrate or ethylic diaceto- 

I Racemic acid is [jresent together with dcxtrotartaric acid in certain 
Hosteo by Google 
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tartrate C^i{Of:.^sO)4S^O.QC^Vi.^i, according to the 
amount of acetic chloride used. 

When distilled with phosphorus pentachloride, tartaric 
acid is converted into ckloremaldc chloride: 

CiHj(OH)2(CO.OH)2 + 4PCI5 = 

C2H2Cl5(COCl)3 + 4POCI3 + 4HCI ; 
C2H2Clj(COCl)2 = CaHCI(C0Cl)3 + HCl. 

Tartaric acid is carbonised by concentrated sulphuric 
acid ; it Is very readily oxidised by all oxidising agents ; 
concentrated nitric acid converts it into so-called nitro- 
tartaric acid, Q.^J,yi<:>^i{Q.O.OYi)^, which spontaneously 
breaks up into tarlronic acid, carbonic anliydride, and 
oxides of nitrogen : 

(?) C,Ha(N03)2{CO.OH)2 = 

CH{OH)(CO.OH)s, + CO2 + NO + KOg. 

Saccharic and Miicic Acid {tdraoxyadipic acid), Cj H mOg = 

C4H4{OH)4 1 pS'^H" The formation of these two isomeric 

acids on oxidation of various sugars has previously been 
noticed (p. 189 et seq.). Saccharic acid, although solid, 
cannot be obtained in crystals ; it is very soluble, even in 
cold water. Mucic acid crystallises readily, and is sparingly 
soluble in cold water. When heated ivith a concentrated 
solution of hydriodic acid mucic acid is reduced to adipic 
acid : 

C.H.(OH)4™;°« + 8HI = 

Ethylic saccharate, C4H4(OH)4(CO.OCi,H6)3, prepared by 
passing hydrochloric acid into a solution of saccharic acid in 
alcohol, is converted by acetic chloride into ethylic tetraceto- 
caccharate, C4H4(O.C2HsO)4(CO.OCaH=,),. 
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QH2„_2(CO.OH)2 OR FUMARIC SERIES OF DIBASIC ACIDS. 

The adds of this series bear the same relation to the acids 
of the succinic series that the acids of the acrylic series 
bear to the acids of the acetic series. Thus they unite with 
nascent hydrogen, forming corresponding acids of the suc- 
cinic series ; they unite with (a) the haloid acids and ip) 
halogens, fonning («) mono- and (b) dj-haloid substitution- 
derivatives of corresponding acids of the succinic series ; 
and they unite with hypochlorous acid to form monochlori- 
nated acids of the malic series. The following are known : — 

Furoaric acid . 

Maleic acid 

Citraconic acid 

Itaconic acid . 

Mesaconic acid 
FuMARic AND Maleic Acid, C2H2(C0,0H)5, are pro- 
duced ' by the withdrawal of the elements of water from 
maiic acid, C2H3(OHXCO.OH)2 ; the fonner is present in 
the common fumitory {Fiimaria officinalis), in Lichen 
islandiats, &c. 

When malic add is heated for some time at i3o''-i35° it is 
mainly converted into fumaric acid, but when it is rapidly 
heated chiefly maleic acid is produced, and passes over with the 
water. Both are crystalline acids. Maleic acid is very soluble 
in water ; fumaric acid is sparingly soluble. Maleic acid melts 
at about 130°, and at about 160° is converted into maleic 
anhydride, C^HjOj ; fumaric acid melts with difficulty, and at 
about 200° is also converted into maleic anhydride. Both yield 
succinic acid when treated with nascent hydrogen, but com- 
bine with bromine to form isomeric dibromosucciiiic acids. On 
electrolysis they are resolved into acetylene, carbonic anhydride, 
and hydrogen. 

' Fumaric acid is also obtained (as baric salt) on boiling trichloro- 
phenomalic acid with baric hydrate solution. Trichlorophenomalic 
acid is an acid, said to hare the composition CeH,Cl.,05, prepared 
bj adding potassic chlorate to a mixture of benzene and sulphuric acid. 
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CiTRACONic, Itaconic, sxiA Mesaconic Acid, C5H6O4 = 
C3H^{CO.OH)2, are produced by the withdrawal of water 
and carbonic anhydride from citric acid (p. 318) : — 

When citric acid is rapidly distilled it is converted into citra- 
conic anhydride ; 

C3H^(OH)(CO.OH)3 = C3H,{C0),0 + aOH^ + CO,, 
which readily unites with water, forming citraconic acid. 
Citraconic acid is converted into itaconic acid by heating 
with a small quantity of water for some hours, at about 
150°, and into mesaconic acid by heating with hydrochloric 
acid and decomposing the resulting chloropyro tartaric acid by 
boiling with water. Citraconic and itaconic acid both yield citra- 
conic anhydride on distillation ; mesaconic acid may be sub- 
limed unchanged. 

Citraconic acid melts at 80°, and is very soluble in cold 
water. 

Itaconic acid melts at 160°, and is moderately soluble in. 

Mesaconic acid melts at ;oo°-5, and is only slightly soluble. 

With nascent hydrogen they yield the same pyrotartaric acid, 
but unite with bromine, hypochlorous acid, &c., to form isomeric 
acids. On electrolysis each of these acids is resolved into 
allylene, CjHj, carbonic anhydride and hydrogen. The allykne 
from itaconic and mesaconic acid produces a white crystalline 
precipitate of the composition CjHjAg when passed into an 
ammoniacal solution of ai^entic nitrate, whereas the allylene 
from citraconic acid does not affect such a solution. 



C„H2„_,(CO.OH)3 OR TRrCAKEALLYLIC SERIES OF 
TRI BASIC ACIDS. 

Tricarballylic Acid, C^HsOg = C3H5(CO.OH)3, the 
only known acid of the series, is obtained as potassic salt 
from the tricyanopropane prepared by double decomposi- 
tion from tribrorahydrin (tribromopropane, p. 180) and 
potassic cyanide ; thus : 

CsH5(CN)a + 3K.HO + 3OH, = 

C3H5(CO.OK)3+ 3NH3. 
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Also by heating citric acid with hydriodic acid : 

C3H4(OH)(CO.OH)3+2HI = C3Hs(CO.OH)3 + OHs+l2. 

ClT^\QKcm{oxytricarbaUylic<uid),Q^^{(y^){QO.O'^)a,- 
— This acid is present in many fruits, together with tartaric, 
malic, and oxalic acid, but is especially abundant in the 
lemon, from the juice of which it is always prepared. 

The juice is allowed to ferment a short time, in order to 
separate mucilaginous matter, &c : it is then filtered and the 
clear liquid neutralised with calcic carbonate ; the insoluble 
calcic citrate which forms is collected, thoroughly washed, 
decomposed by the proper quantity of dilute sulphuric acid, and 
the solution of citric acid evaporated to crystallisation. 

Citric acid crystallises fiom a cold aqueous solution in 
colourless prisms of tlie composition CgHgO;,©!!;, very 
soluble in water ; it is a tribasic tetrahydric acid. Like 
malic and tartaric acid it is readily decomposed by sulphuric 
acid, and on oxidation ; when heated it melts, then boils — 
giving off water, and is converted into aconitic acid, 
C3H3(CO.OH)3 = C3H4(OH){CO.OH}3-OH3,anacid of 
the C„H2„_a{CO.OH)3 series. Aconitic acid is found in 
the roots and leaves of monkshood {Aconitum Napdlits), 
and other plants of the same genus; by heating at i6o°-i7o° 
it is converted into itaconic acid. 

Desoxalic Acid {trioxycarballylic acid?), CgHgO, = 
C3Hj{OH)3(CO.OH3), is obtained as ethylic salt, together 
with other products, by the action of sodium -amalgam on 
ethylic oxalate (containing alcohol ? ), and is probably a 
condensation-product of the ethylic glyoxalate first produced 

ElhylLc glyOKalali:. Etliylic desDiralatQ, 
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Desoxalic acid is very unstable : on warming with water 
t is resolved into tartaric and giyoxyllc acids : 

CeHgOa + OH^ = C^HgOe + C H^O,. 



CBH2n_8(CO.OH)2 OR PHTHALIC SERIES OF DIBASIC ACIDS. 

The acids of this series bear the same relation to the acids 
of the benzoic series and to the hydrocarbons of tlie 
benzene series that the acids of the succinic series bear to 
the acids of the acetic series and to the paraffins. The fol- 
lowing are known : — 



Phthalic or ortho-' 
phthalic acid 






r 

185= 


Isophthalicormeta- 

phthalic acid 
Terephthalic or 

paraphtballc acid 


C„H 


(CO.OH)^ 


above 300° 

sublimes,with- 
oiit melting, 
above 300" 


Mesidic or uvitic] 
acid . 






287''-288° 



;-CaH3(CH3)(CO.OH),-{ 



■| 



Xylidic acid . 
Isoxylidic acid 
Cumidic acid . . CcH2(CHj),(C0.0H), 



I 



t melting 



Phthalic Acid is produced, together with a small quantity 
of terephthalic acid, on OKidising a mixture of benzene, or 
benzoic acid, and formic acid by sulphuric acid and man- 
ganic oxide (p. 115); and by oxidation of naphthalene, 
naphthalene dichloride, alizarin, &c., by nitric acid. It 
crystallises in plates or prisms, and is sparingly soluble in 
cold water. On. distillation it is converted into phtlialic 
anhydride, CgHjOj ; it unites with nascent hydrogen, form- 
ing hydrophtlialic add, CsH6(CO.OH)3 ; when boiled with 
an oxidising mixture of potassic dichromate and sulphuric 
acid, it is entirely decomposed. 
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IsopHTHALic Acid is obtained by oxidation of meta- (iso-) 
xylene, and by fusing the potassic salt of me tasulphob en- 
zoic acid ' with sodic formate : 

CfiH, {?,°5^ + HCO.Na = CeH^I^^^^''^ + SO3KH. 

It crystallises in slender white needles, less soluble in water 
than phthalic acid. 

Terephthalic Acid is' produced by oxidation of paraxy- 
lene, camphor cyraene, and a number of other hydrocarbons 
of the benzene series, and on fusion of potassic paras ulphoben- 
zoate with sodic formate. It is a white amorphous powder, 
almost insoluble in water. The baric salt of this acid, and 
of phthalic acid, are very difficultly soluble, even in boiling 
water ; baric isophthalate, however, is excessively soluble, 
Isophthalic and terephthalic acid are scarcely affected when 
heated with an oxidising mixture of potassic dichromate 
and sulphuric acid. 

Phthalic, isophthalic, and terephthalic acids form the 
second term of a series of acids derived from benzene by 
the substitution of H by (CO.OH), of which benzoic (ben- 
zenecarboxyiic) acid is the first, and mellitic (benzenehexa- 
carboxylic) acid the last tenn. With one exception all the 
terms of this series are known ; they are as follows :— 



Benzoic acid . 
Phthalic acid . 
Isophthalic acid 
Terephthalic add 
Trimellitic acid 
Trimesic acid 
Hemimellilic acid 



CeHrXCO.OH) 
C6Hi{CO.OH)2 

CeH3(CO.OH)3 



■ This acid is produced, together with a relatively small quantity 
of tlie isomeric parasulphobenzoic acid, by the action of sulphuric 
anhydride on benzoic acid : 
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Pyromellitic acid , 1 

Prehnitic acid . . ! [ CgHj{C0.0H)4 

Mellophanic acid . .) 

Unknown (uid . . C(;H{C0.0H)5 

Melliticacid . . Cs{CO.OH)e 

All these acids yield benzene when heated with a slight, 
excess of lime: 

C6H6_„(CO.OH)„ + mCaO = CfiHg + raCaCO,. 

Mellitic Acid {betisetiehexacarboxylic acid) C,jHgOjj- 
Co(CO.OH)j, — The aluminic salt of this acid constitutes the 
rare mineral mellite or honey-itone, found in beds of lignite. 
Mellitic acid has been obtained, it is said, by oxidising carbon. 
It crystallises in small wtite needles, soluble in water and 
alcohol ; it is a hexabasic acid, and furnishes a variety of 
normal and acid metallic and ethereal salts and amides. On 
distillation with phosphorus pentachloride it yields the acid 
chloride, Cj(COCl),. 

By the action of nascent hydrogen mellitie acid is converted 
into hydromellitic acid, Q^^{Q.O.QW)^ which, when treated 
with concentrated sulphuric acid, furnishes the two isomeric 
tetrabasic acids — prehnitic and melloplianic acid: 
CeH,(CO.OH)s + 3H2SO< = CjH,(CO.OH)i + zC05 + 3SO, 

+ 6OH3. 

Pyromellitic acid, the third benzene tetracarboxy lie acid, is 
obtained on heating mellitie acid. 

Similarly, prehnitic acid unites with, hydrogen, forming hydro- 
prehnitic acid, €5115(00. OH)^, which, on treatment with sul- 
phuric acid, yields tribasic trimesic add, CeH3(CO.0H)j, and 
on heating is resolved into carbonic a.nhydride and isophthalic 
acid. The isomeric mellophanic acid furnishes in a similar 
manner tribasic hemimellitic acid and dibasic phthaUc acid. 
Hydropyromellitic acid, C6Hg(CO.OH)4, is converted into 
trimellitic and phthalic acid on treatment with sulphuric acid. 

When hydropyromellitic acid is distilled it is converted into 
tetrahydrophthalic anhydride, which on boiling with water, 
yields dibasic tetrahydrophthalic acid, CaHa(CO.OH)j. This 
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scent hydrogen, forming' hexahydrophthalic 
" IS only two units of hydrogen 



Suberic add . . . C,H,j(CO,OH)j 
I Hexahydrophthalic acid . CeH,f,(C0.0H)3 
Derivatives of J Tetrahydrophthalic acid . C5H5(CO.OH), 
Benzene. 1 Hydrophthalic acid . . C,He(CO.OH), 
Iphthalicacid . . . CaH,(CO.OH), 
When bromine is added to the aqueous solution of tetrahydro- 
phthalic add bromomalophthalic add, C6H3Br(OH)(CO.OH)„ 
is formed ; when this acid is heated with baric hydrate solution, 
the baric salt oi tarlrofikthalic acid, CjHj(OHyCO.OH)„ is 
obtained, which is an acid bearing the same relation to hexa- 
hydrophthalic acid that tartaric acid bears to succinic acid. 

Summary. — On comparing the properties of the various 
isologous primary series of adds, it is at once evident that 
the relations between them are precisely similar in character 
to the relations which obtain amongst the various isologous 
series of hydrocarbons. 

Like the hydrocarbons of the paraffin series the acids of 
the corresponding series, namely, those of the acetic, suc- 
cinic, and tricarballylic series, are saturated compounds, and 
of considerable stability ; the acids of the benzoic and 
phthalic series evidently correspond to the hydrocarbons of 
the benzene series ; and the analogy between the acids of 
the acrylic and fumaric series and the hydrocarbons of the 
acetylene series, aiid between the acids of the cinnamic 
series and the hydrocarbons of the cinnamene series, for 
example, is equally obvious. 

The modification which the acids of the various primary 
series tmdergo when chlorine, or bromine, is introduced in 
place of hydrogen is of the same character as tliat wliich 
occurs when the corresponding hydrocarbons are submitted 
to like treatment. 

Similarly, the modificarion in properties which the acids 
of the various primary series undergo on conversion into acids 



by Google 



Ketones. 323 

of second aiy series, i.e. into acids of the lactic, tartaric, or 
oxybenzoic series, &c., by the introduction of (OH) in placa 
of H, is in all respects analogous to that which occurs on 
conversion of the hydrocarbons into alcohols ; the secondary 
acids so formed are less stable than the primary acids from 
which they are derived, and, as a rule, are far more readily 
oxidised than the latter. 

The relations between the successive terms of each 
homologous series of acids are apparently of die same 
character as those which exist between die successive terms 
of the homologous series of hydrocarbons and alcohols, &c. 
At present, however, in most cases, only the first few terms 
of each homologous series are known, and our knowledge of 
the properties of the higher homologues is unfortunately 
extremely deficient. 



CHAPTER X. 



TflE KETONES bear the same relation to the aldehydes that 
the secondary monohydric alcohols bear to the primary 
monohydric alcohols, being derived from the secondary 
alcohols by oxidation in the same manner that the aldehydes 
are derived from the primary alcohols ; they may be regarded 
as aldehydes in which H in die COH group has been 
replaced by a monad hydrocarbon group or radicle : 
C„H5„+|CHs.0H ; C„Ha„+iCOH. 

Ptimaty Alcohol, Aldehyde. 

(C„Ha„+|)2CH.0H ; (C„H5„+,)3CO. 

Ketones of die series C0(C„H2„+i)^, C0(C„H5„_,)s, 
rniC„H,„_7 p(.,lC„H,,_, p(..(C„Ha„_,3 fC„H3„_,3 



'C„Hj^x,' '"" iC„H^„_j' "" 'C„H^„_i3'*'^ic„H. 
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and a few derived fvom dibasic acids are known, but our 
chief knowledge is of the ketones of the CO(CQHon+]).j 
series, the best known of which are enumerated in the 
following list : — 

E.-P. 

Dimethyl ketone (acetone) , C0{S^3 56° 

Methyl-ethyl ketone . . COJ^^' 81° 

Diethyl ketone {propi one) . COJ(-.'tt'^ 100° 

Methyl-propyl ketone . . CO jpjq^pii p^i '°'° 

M ethyl- isopropyl ketone . CO | riifCH > ^■'^ 

{Methyi-buty I ketone . . CO{^jj=^j^ q^i qy[ '^7" 

Propyl- ethyl ketone . , ^'^ ^cK^CR CH ^^^° 

Methyl-amyl ketone . ^'-^IfCH )" ^'5° 

Dipropyl ketone (butyrone). CO|(-jj^'(-jj='|^j^^ 144° 

Diisopropyl ketone . . CO{^^J^|^'?' (?) iSS'-iS?" 

Diethylated acetone . . COi^^?f-jjj 138° 

Diisobutyl ketone (valerone) CO ( cH^'cHfcH')! '^'° 

Diamyl ketone (caprone) , COJJj-,^jj"r 220° 

Methyl-nonyl ketone' . (?) COfS."-^ y 224° 

„. ,, ^ ,;, ^r.KCaH,„)« melts at 58' 

Dmonyl ketone . . (?) CO] J^^jj^^j.^^ij^ ^^ove 350° 

I This ketone, prepared by distilling a mixture of the calcic salts of 
cetic and capric acids, is identical with the chief constituent of oil of 
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Preparation of Ketones. 
The series C0(CnH^n_;)3 includes :— 



Di phenyl ketone i 
(benzophenone) ' 



Phenyl-tolyl ketone 



Dibeniyl ketone . 



The following terms of the CO | q"^'""' series are known :— 

Methyl-phenyl ketone ^^ [ C.H, ,„^o 

(acetophenone) * ' '-"iCHs ^9? 

JEthyl-phenyl ketone . . COJ^'^^' 210" 

(Methyl-benzyl ketone . . C0{^^«'*-6^s 2iS° 

I Propyl-phenyl ketone . . COJ^^^^j^ ^j^ 221° 

Ethyl-benzyl ketone . . COf^^^"'"'^'' 225° 

Isohutyl-phenyl ketone . CO [ p^u Vijirjj \ 226° 

Formation.— 1. By oxidationof the secondary monohydric 
alcohols : 

C{C„H3„+i)2H(OH) -I- = C0{C„H2„+,)s + OH5. 

2. By the action of carbonic oxide on the sodium orgaiio- 
metallic compounds : 

CO + 2 NaC„H,„+i = CO(C„H2„+,)2 + Na^. 
This method has hitherto only been applied to the prepar- 
ation of ketones of the series C0(CnH2„+i),. 

3. By the action of the zinc organo-metallic com])oiinds 
on the acid chlorides : 
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R'COCl+Zii(C.H,„,). =C0 Jjj +ZnCl.C,H,.+,. 
+ aZii(C.H,.^,). = 



^,,IC0C1 

tcoci 

4. By distillation of the baric or calcic salts of the mono- 
basic moiiohydric acids, or of mixtures of the salts of tivo 
different monobasic acids, thus : 

C„H,„^ ,COa ( ^ ^ C,H,„_,CO, 1 

= 2^"^^"+''-C0 + 2CaC0a. 

5. By heating a mixture of an acid of the benzoic or 
naphtoic series and a hydrocarbon of the benzene or 
naphthalene series with phosphoric anhydride: 

C„Hi,„_jCO{OH) + C^H2„_6 = CO{C„H!«^j)2 + OH3 ; 
P2O5 + OHs = 2HPO3. 

6. By the action of zinc on a mixture of the chloride of 
an acid of the benzoic or naphtoic series and a hydrocarbon 
of the benzene or naphthalene series : 

C„Ha„_jCOCl + C^Hj^H ~ HCl + COJ^"!!'"-^ . 

Properties. — i. By the action of nascent hydrogen 
(evolved from sodium amalgam and water) the ketones 
are converted into secondary monohydric alcohols : 

C0(C„Hj„ + i)2 + H; = C(C„H,„ ,)^H(OH) ; 
at the same time a dihydric alcohol (or pinacone) is pro- 
duced, e.g. : 

.C0(C.H.._,). + H,-(C(C.H,.-,)..OH, 
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2. The ketones are especially characterised by their be- 
haviour on oxidation — 

Law of Oxidation of the Ketones. — The law may be stated 
in the following general terms ; — On oxidising the ketones one 
of the hydrocarbon groups in combination with the CO group 
is converted by the assumption of OH into the corresponding 
monobasic acid ; the other is split off and separately oxidised. 
It appears that it is always the less stable {usually the more 
complex) hydrocarbon group which is thus split off. In the case 
of the ketones of the COCCHjn+i)^ series, which furnish acids 
of the acetic series on osidation, if this group is derived from a 
primary alcohol it is converted into the acid of the acetic series 
containing the same number of units of carbon ;' 

CO /^'!??^+'t, , + 3O = C„H^„+,CO(OH) + C™H,„,,CO(OH) 

Methyi-propyl ketone, for example, yields acetic and pro- 
pionic acids: 

COJ^^V jj , + 3O - CHjCO(OH) + C^H.CO(OH). 

If the hydrocarbon group is derived from a secondary alcohol 
it is oxidised to the corresponding ketone : 

'^'^tcH(C^k,,„+,),'^ 20-C„H,„+,C0(0H) + C0{C„H,^.^,).- 

Thus methyl-isopropyl ketone yields acetic acid and acetone: 

■^^^CHfCH )„ "^ ^° ^ CH3C0{0H) + COCCH^),. 

' Probably the oxidation does not take place at a single stage, but 
the ketone is perhaps in the first place resolved by the combined 
action of the nascent oxygen and water (or it may be by the action 
of hydric peroxide] into an acid and an alcohol in the manner indicated 
by the equations : 

^^ 1 ChJicIh^+i) "^ '° ■*" °^=' " ^ Hs„4.iC0(0H) 

+ C„Hj„^.,,CH„iOH); 
^'^ \ CHfcntHjm+,}, "^ *° * OH,) = C„H,„^,CO(OH) 

-i-(Cn,H,™^i)2.CH(0H); 
the alcohol thus formed being at once further osidlied. 
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Finally, if tlie hydrocarbon group is derived from a tertiary 
alcohoi, we may expect that it will be ultimaiely oxidised to 
acids of the acetic series, containing fewer units of carbon, as 
are the tertiary monohydric alcohols (pp. 149, 216). 

The ketones of other series exhibit a precisely similar 
behaviour; thus cthyl-phcnyl ketone yields benzoic and acetic 

'^'^icH^H + 30 = CeH,CO(OH) + CH3C0(0H); 
and isobutyl-phenyl ketone yields benzoic and isobutyric acids : 
•^^^ i&H fcH(CH ) +3O = QH,CO(OH) + CH(CH,),CO(0H). 

3. When heated with soda-lime, or fused potassic hydrate, 
toe. ketones are decomposed in the manner indicated by 
the equation 

COJ^, + NaOH = R'CO(ONa) + R'H. 

Diphenyl ketone, for example, yields potassic benzoate and 
benzene on fusion with potassic hydrate : 

CO(C6Hj)3 + KHO = CoH5CO(OK) + CgHg. 

4. The ketones unite with hydrocyanic acid, furnishing 
cyanides, which on digestion with hydrochloric acid are 
converted into acids of the tactic series {p. 271). 

5. The ketones of the form Colrrr (methyl-phenyl 

ketone excepted) furnish crystalline compounds with hydric 
amnionic, potassic, and sodic sulphite, from which the 
ketone may be liberated by distillation with an alkali ; 

COJ^^ H-NaHSOg = C(0H)NaS03|^^ . 

6. By the action of ammonia on the ketones of the 
CO{C„H5„n)2 series, the oxygen is eliminated in the form 
of water, and basic compounds are formed ; acetone, for 
example, is converted into acetonine: 

SCsHgO + zNHj = CgHijNa + 3OH2. 
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Qiiijwnes.—These compounds, of which frequent mention was 
made in describing thehydrocarbons of the benzene, naphthalene, 
and anthracene series, are apparent!)" closely related to the 
ketones, and may, in fact, be regarded as double ketones. Thus 
anthraquinone and the isomeric phenanthraquinone may be 
repcesented in the following manner : 

TH jCOif.„ . (C,H,.CO| 

'-cH^lcot'-^"* ' iC,H'.COf ■ 

Aiithraquilinne. Phenanthraquinone. 
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The amines which have hitherto received the most atten- 
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tion are those in which the groups R in these forraulse are 
tlie so-called radicles derived from the hydrocarbons of the 
Cr,H2„ts ai^d CaHj„_6 series. A large number of the 
natural alkaloids are tertiary amines. 

With few exceptions the amines are basic compounds, 
uniting with acids to form salts analogous to the ammonic 
salts ; representing by the symbols A, A*, A'j respectively, 
the amines, diamines, and triamines, and by HX a 
monobasic acid, such as nitric acid, the proportions in which 
the amines in the majority of the cases unite with acids to 
form normal salts is given by the symbols 

A,HX ; A^sHX ; A^3HX . 

Salt of monamine. Salt cpf diamine. Salt of Itiamlne, 

These salts are decomposed by alkalies with separation of 
the amine, just as the ammonic salts ate decomposed and 
ammonia separated. 

Formation. — i. By the reduction of the nitro-substitution- 
derivatives of the hydrocarbons by ammonic sulphide, or 
tin and hydrochloric acid, &c, (p. 48) ; 

C„H2„+,.N02 + 3H2 = C„H2„4.,.NH2 + zOHj. 

C„H3„_g(N05)2 + 6H2 = C„H2„_g(NH2)2 + 40Hj. 

3. By distilling the isocyanates (p. 336) and isocyantirates 
with potassic hydrate : 

NR'.CO + 3KHO = NR'Hs + K.COg. 
These methods are only available for the preparation of 
primary amines. 

3. By the action of the- haloid derivatives of the hydro- 
carbons on ammonia, the salt produced being subsequently 
decomposed by potassic hydrate, tlius : 
NHj + C^Hj,^,! = N(C„H2„., O^al ; 
N(C„H2„^,)H3H- KHO = N(C„H2„ + i)H2-f KI -fOH,. 
This method is available for the preparation of primary, 
secondary, and tertiary amines {see Eihylamtties, p. 331). 
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4- Amines are also produced by the action of ammonia 
on the aldehydes and ketones, and by various special 
methods. 

Ethylanune, N(CaHJH„ Diethylamine, V^iS^^^j^, and 
Trielkyla?mne, NCCjHJ,.— When ethylic iodide is heated with 
an alcoholic solution of ammonia a compleK product is obtained, 
which, is the result of the following succession of changes : 

QHJ + NHj = N(C,Hi)H3l; 

CjH^I + N(C,H,)H,1 + NH, - N(C5H5)jH3l + NH.l ; 

CjHJ + N(CH,);HJ + NH3 = NCCjH^jjHI +NH,I; 

C5H5I + N(C^HJ3HI + NH3 = N(C3Hj)jI +NH^I, 

When, the mixture of iodides thus produced^ is distilled with 
potassic hydrate a distillate containing ethylamine, diethylamine, 
and triethylamine is obtained, which cannot be separaled by 
fractional disdllation. If, however, ethylic oxalate is added to 
the mixture and the whole heated for several days in a closed 
vessel at 100°, the ethylamine is converted into diethyloxamide, 
<Z^04^B..C^^^ and the diethylamine into ethylic diethyl- 
oxamaU, 0,0, \ q^^j]^^^ , whilst ■ the triethylamine remains 
unaffected. The triethylamine having beea distilled off, the 
residue is cooled in a freezing mixture, and then pressed between 
linen cloth ; by tills means crystalline diethyloxamide is left be- 
hind and liquid ethylic diethyloxaraate passes through ; the 
former is purified by recrystallisation from water, the latter by 
fractional distillation. From the pure diethyloxamide and 
ethylic diethyloxaraate ethylamine and diethylamine are re- 
spectively obtained by distillation with potassic hydrate. 

Ethylamine is also produced by reducing nitroethane (p. go), 
and by distilling ethylic isocyanate with potassic hydrate. 

' The proportions in which the several products are obtained varies 
with the amounts of ethylic iodide and ammonia employed and the 
temperature to which the mixture is heated; but even when the propor- 
tion of ammonia taken is largely in excess of that indicated by the first 
equation, the product, although mainly ethylararaonic iodide, always 
contains more or less of the other compounds, Ethylic chloride and 
bcoroide give rise to a similar series of products. 
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Ethylamine, diethyl amine, and triethylamine ate colourless 
mobile inflammaWe liquids, which boil respectively at 19°, 58°, 
and 91° i they possess an ammoniacal odour. The two former 
are very soluble, the latter is sparingly soluble, in water ; the 
solutions are powerfully alkaline, and exhibit most of the pro- 
perties of an ammonia solution: precipitating various metals 
from solutions of their salts as hydrates, for example. The 
chlorides produced by the union of these bases with hydro- 
chloric acid form crystaUine double salts with platinic chloride, 
such as 2N(C,HJH,C!,PtCli, 2N(C,H5),H5Cl,PtCl,. 

Tetrethylammonic Hydrate, N(C,H5)4.0H. —Triethylamine 
and ethylic iodide combine readily to form tetrethylammonic 
iodide ; from this compound potassic hydrate does not separate 
triethylamine, but partially converts it by double decomposition 
into tetrethylammonic hydrate. This latter compound is readily 
produced in a pure state by digesting the iodide with silver 
oxide and water, and is obtained in the solid state on evapo- 
rating the solution over sulphuric acid in vacuo. The aqueous 
solutioa exhibits the closest resemblance to a solution of potassic 
or sodic hydrate t it is powerfully caustic ; precipitates various 
metallic salts, and is capable of saponi^ng„ethereal salts, &c. 
Tetrethylammonic hydrate is resolved on heating mto triethyl- 
amine, ethylene, and water {p. 95) : 

N(C,H,),.OH - N(CaH,)s + C^H^ + OH^. 

Homologues of Etkylamine, &c. — By the action of the homo- 
logues of ethylic iodide (bromide and chloride) on ammonia a 
series of homologues of the above described amines have been 
obtained, which, in. aE respects, bear the closest resemblance to 
tbem. Various cases of isomerism present themselves in the 
;s ; for example, the two primary monamines, propylamin 



and isopropylamine, 
amine trimethylamir 


are isomeric, but are raetameric ivith the 
,e ethylmethylamine and the tertiary mon- 
le :— 


(CH,.CH,.CH, 
N H ; 


(CH(CH3), |CH,.CH3 |CHj 
nJh ; N CH3 ; N CH^. 

in in IcH, 

laopKppylaniioe. Ethylmetliykinlne, Trimethylamjns. 



Phenylamine, Antidobenzcne, or Aniline, N{CaH-)Hj. — This 
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amine was orig nally obtained by distillit nn of u d „o ith 
potassic hydrate the botan cal name of the indigo plant be ng 
Indigofera anil, it therefore was termed anihne It his uf late 
years attained to greit importance on account of the numerous 
and magnificent dies denied from it and is prepiied on the 
large scale by the ri.duction of nitrobenzene b\ ircn and acetic 
acid. Aniline is a cokurkss oiiv liquid of pecul ir odour at 
ordinary temperatures but at - b° sol d fies to i crjstallme 
mass; it boils at ib'" it is only slightlj soli ble in water By 
the action of ethjlie iodide it may be converted successively 
into ethylphenyl, dieth>lpheml , and tnethvlpbenjl ammonic 
iodide. From the two former ethjl and diethjl phenyl 
amine may be sep-iiated b> potassic hjdrate the latter is con 
verted into trieth>lphcnylammonic hydi^te on treitment with 
argentic oxide and water Aniline forms w th the Mr ous acids 
well-crystallised salts sralarlj mono and di brorainiline are 
basic compound and firm silts but the salts of d btomanil iie 
are far less stable than the correspond ng salts of bromaniUne. 
The introduction of a third un t of bromine m place of hy 
drogen reduces the amine to a neutral body tribromaniline, 
N(C3H3Brj)Hj, being incapable of forming salts 

Action of Nitioiis Acid on tht Frimmy Monimmes — Themon. 
amines of the se les N(CnH5„+i)H5 are converted into corre 
spending monohydric alcohols by the action of nitrous acid ; 
C„H,„+;.NHj(HN03) = QHj„+i.OH + N^ + OH^. 

The monamines derived from the hydrocarbons of the Q^.»,_^ 
series and isologous series containing proportionately less hy- 
drogen may also be ultimately converted into corresponding al- 
cohols, aniline, for example, yielding phenol; but in the majority 
of cases an intermediate product— a so-called diaso-derivaiive — 
may be isolated ; if a salt of the monamine be acted upon, a 
diazo-salt is produced, e.g. ; 



N' H, 



iH, + HNO, = N- N"' + 2OH2: 



or generally :" 

NR'H3(N0a) + HNOs = NR'N'^CNOj) + aOH^. 
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If the amine alone be acted upon a s 
rivaiive results ' ; aniline, for example, 
amidobenzene : 

«N|=f. + HNO, . N'l&,?fN(C.H.,H] + 'O"- 

The diazo- derivatives as a class, whether derived from the 
amines or the amido-acids, are higUy unstable bodies : thus 
they are readily decomposed when heated with anhydrous 
akoliol, or with water, or with a concentrated aqueous solution 
of hydriodic acid. The changes which occur in these cases 
result in the formation of compounds derived from the aniido- 
compoimds, the diazo- derivatives of which are acted upon, by 
the simple replacement of the NH, group by a single unit of 
hydrogen, by OH, or by a unit of iodine ; for example ; 

(C^H-jN^NOa + QHgO - C^H, + HNO3 + N^ + C,H,0. 

(CgH5)NsNOs 
(CjHJNjNO, 

ForinattoH of Compound Ureas from the Amines. — Ammonic 
cyanate, CNO(NH^, (formed by the union of ammonia and 
cyanic acid), it will be remembered, is an exceedingly unstable 
body, being rapidly converted into the snetameric compound urea 
or carbamide, CO(NH5)5, on warming {p. 278). Cyanic acid 
also combines with the primary and secondary monanimes (and 
diamines); the combination is accompanied by the evolution of 
much heat, and a series of crystalline bodies — known as com- 
pound ureas— is produced, bearing the same relation to urea that 

' Nitrous acid appears to act upon all compounds which may be 
supposed to contain the NH^ group in a similar manner; either the 
amido-group is immediately converted into the (OH) group, which is 
the case when, for example, the acid amides, and the amido-derivatives 
of the acids of the acetic series are acted upon j or a diazo-derivative is 
produced, in which case three units of hydrc^n are removed and 
replaced by a single unit of (triad?) nitrogen. Hitherto little attention 
has been paid to the behaviour of the diamines and triamines with 
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the amines beai- to ammonia ; thus cthylainine and cyanic acid 
yield sthylitrea {ethylcarbamide) : 

CN.OH + NH,.C,H5 = C0|™-'^!'"=. 
In like manner diethylamine and cyanic acid form diethyiurea ; 

CN.OH + NH(C,H,), = COJ^.^^jj,. 

Theprimaryand secondary monamines react with carbonic disul- 
phide fonning compound sulpko ureas ; thus, when a mixture of 
phenylamine and carbonic disulphide is heated, diphenyhulpho- 
carbamide'v&-^ta&atx.A : 

3NHii(CeH,) + CS3 = CS(NH.QHJj + SH^ 
Sulphocyanaies aiidCyanates.—VJhsn a dry mixture of potassic 
sulphoeyanate and potassic ethylic sulphate (potassic sulpho- 
vinate) is distilled, ethylic sulphoeyanate is produced ; 

CN.SK + CjHjKSOi = CN.SCsHj + K,SO^ 

An isomeric compound, ethylic isosulphocyanate, is obtained by 
distilling ethyl- or dieihyl-sitlphocarbamide with phosphoric an- 
hydride : 



These two reactions may be generalised, but whereas the former 
is only available for the production of sulphocyanaies of the 
series CN.SCnHjn+„ the latter appears to be generally available. 
Isosulphocyanates {sttlphocarbimides) are also produced by the 
union of the isocyanides {carbamines, p. 93) with sulphur. 

The sulphocyanates, which may be represented by the formula 
S { Jpviy, appear always to boil at higher temperatures than 
the corresponding isosulphocyanates, which are represented by 
the formula NJ.^gy,: thus ethyKc sulphoeyanate boilsat 146°, 

ethylic isosulphocyanate at 133°. The sulphocyanates are un- 
pleasant smelling liquids ; the isosulphocyanates possess most 
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pungent irritating odours. The sulphocyanates are compa- 
ratively inert bodies, and are with difficulty, if at all, attacked 
by ammonia, for example ; the isosulphocyanates, however, com- 
bine with the greatest readiiiess with ammonia and the amines 
to form compound sulphoureas. Allylic sulphocyanate from 
mustard-oil (p. 163) is an i so sulphocyanate, hence Hofmann 
applies tlie generic name of mustard-oils to the isosulpho- 
cyanates. 

fNHR' 



NH, 



By distilling the compound ureas of the form CO \ 
and CO-j^TTTj, with phosphoric anhydride a series of isocyan- 
ates {carbintides) corresponding to the above described iso- 
sulphocyanates aje obtained ; the isocyanates of the series 
CO.NC„Hjn+i are also produced by distilling a mixture of po- 
tassic cyanate and the potassic ethereal sulphates {SulpJwvinates) 
of the form CnHjn+iKSO,, The cyanates corresponding to the 
sulpho an es e a p esen u kno n The so yan es com- 
b ne h he am nes fo m ng comp und u eas th e ic 
so na e a d e h Ian ne un e fo n^ a d e v ba de 
somer c h he d ethyica b m de p odu ed f o n cyan a d 
and d eeh lam ne— e a e compound y elds d e hyla n e, 
a non a and po s c ca bo a e en bo led w Ii po a sic 
h d e olu on the fo e e hy a ne d i o r- 

'^"{n(LH), "^ ^^^ NH(CH) KH 1 CD ; 

C0(NH.CjH5)j + 2KHO = 2NH5(C2Hj) + K^CO^. 

Like cyanic acid the isocyanates are readily polymerised and 
converted into isocyanurates (CO)3(NR')3. 



The phosphines are a series of compounds bearing to phos- 
phine (phosphuretted hydrogen) the same relation that the 
monamines bear to ammonia. ITie following primary, 
secondary, and tertiary methyl- and ethyl- phosphines have 
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been obtained by the action of methylic and ethylic iodide 
on phosphine ' ; — 



Methylphosphine . 


. P(CHs)H3 


Dimethylphosphine 


. P(CH3}aH 


Trimethylphosphine 


. P(CH3)s 


Elhylphosphine . 


. ^(CaHsJHa . 


Diethylphosphine . 


. P(C2H5)2H . 


Trie thylphosphine 


- P^CaHs)^ 



The tertiary phosphines are also produced by the action 
of the zinc organo -metallic compounds on PCI3. The 
phosphines exhibit the most striking resemblance to the 
monamines, but are distinguished by their energetic affinities 
for the negative elements, oxygen, chlorine, &c. Many of 
them are spontaneously inflammable in air or oxygen. The 
tertiary phosphines combine with the moniodoparaffins, 
forming iodides, P(CnH2o+|}4l, which are converted into 
corresp d' g hyd s, P{CaHam.,)4.0H, on treatment 
with ai^ ti d d water ; these hydrates are power- 
fully c b 

The f ! mg of products is obtained on oxidation 

of the b ed ethylphosphines : — 

El}lph pi cid . . PO{CaH5)(OH)3 

D h>lpl ph acid . . P0(CsH5)s(0H) 
Tn lylih ph c oxide . . POlCsH^jg 



CHAPTER Xn. 

Organo -METALLIC Compounds, 

This term is applied to an important class of bodies, which 
may conveniently be regarded as compounds oftlie metals with 

' A description of the preparation and properties of these compounds 
will be found in the Journal of the Chemical Sackl;y for 1S71 and 1872. 
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hydrocarbon groups or radicles. The metallic compounds 
of the hypothetical radicles methyl (CHj)' and ethyl 
(C3H5)' have chiefly been studied. The following list of 
some of the principal organ o-metallic compounds will serve 
to illustrate the nature of these bodies : — 



Sodic ethide ■ . . . . 


NaCHa 


Magnesic ethide 


Mg(C,H,0, 


Zindc ethide 


Zn(C2H,)3 


Mercuric ethide 


Hg(C,H,), 


Mercuric phenide . 


Hg(C6H5)3 


Mercuric naphtide , 


Hg(C,,H,), 


Stannous ethide 


Sn(C,H5). 


Distannic hexethide 


Sn,(C,H,), 


Stannic ethide 


Sn(C2H6)4 


Stannic phenyltriethide . 


Sn(C«H,)(CsH,)a 


Plumbic ethide 


Pb(CsH,)4 


Aluminic methide . 


A],{CH,)6 


Trimethylarsine 


As(CH,), 


Diarsentetramethide (cacodyl) . 


As,(CH3)4 


Trimediylstibine 


Sb(CHg)3 


Triediylbismuthine . 


Bi(C,H,),. 



Formation. — i. By the action of the metals on the mon- 
iodoparaffins. This method is chiefly employed in the pre- 
paration of the zinc compounds : 

2Zn 4- 2C„H2„4.iI = Zn(C„H2„ + ,)2 + Znl^. 

2. By the action of the metals alloyed with potassium or 
sodium, on the moniodo- derivatives^ of the hydrocarbons. 
This method is very generally available, and lias been em- 
ployed in the preparation of the mercury, tin, lead, arsenic, 
antimony, and bismudi compounds, e.g. : 

' This compound has not been isolated, and is on!y known in com- 
bination with iincic ethide (see p. 340). 

^ In a few cases the monobtomo -derivatives are available. 
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HgNaa + 2CH3I = Hg(CH3)2 + 2 Nal 
HgNag + aCeHjBr = Hg(C6H5)j + aNaBr 
AsNaa + sCaHjI = As{C3Hs)3 + sNal, 

3. By the action of the zinc organo-metallic compounds 
on the haloid compounds of the metals. This method is 
applicable in a very large number of cases ; but has failed 
when applied to the haloid compounds of copper, iron, 
silver, and platinum ; 

SnClj + 2Zn(CsH5)2 = Sn(CiH,,)4 + aZnCi^. 
aSbCIa + ^Ziv{Q^^i = 3Sb(CaH5)3 + sZnCl^. 

4. By the displacement of a metal in an organo-metallic 
compound by another and more positive metal ; 

Hg(CH3)2 -f Zn = 2n(CH3), + Hg 
3Hg(CH3). + Al, = Allien,), + jHg. 

Zitri: Organo-metallic Compounds. — Of these bodies, which are 
by far the most important of the organo-metallic compounds, 
frequent mention has been made in the foregoing pages. The 
zinc compounds of methyl (CHj), ethyl (CjHj), propyl (CgH,), 
isobiityl (CjHgje, and isoamyl (C5H„))9, have been obtained. 

Zincic etkide (zinc ethyl), ZTii<Z^^)^, was originally prepared 
by Frankland by heating ethylic iodide with granulated zinc in 
closed vessels at 100°. A crystalline double compound of zincic 
ethide and zincic iodide Znifi^^^, Znl,, is obtained, which on 
distillation breaks up at about 150° into its components. Glad- 
stone and Tribe have recently shown that when zinc foil coated 
with finely divided copper' is employed, the reaction takes place 
very rapidly and at a much lower temperature. Zincic ethide is 
a mobile, colourless, spontaneously inflammable liquid, which 
boils at 118°. It is instantly decomposed by water with forma- 
tion of ethane and zincic hydrate. When carefully treated 
with dry oxygen it is first converted into zincic ethylethylate, 

' Prepared by immersing the foil In a dilute aqueous solution of 
cupric sulphate. 
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Zn j Qp iJii 3iid finally into liiicic ethylate, Zn ) qc^H*" ^"^'"^^ 
acts upon it in. the following manner ;— 

ZTi.{Q^;)^ + I; " ZnCQH^)! + C^H,! ; 

T-TJ^^ill + I5 = Znlj + CaHjI. 

The employment of the zinc organo-metalhc compounds as 
synthetic agents has hitherto been successful in three distinct 
directions: — 

1. To effect the replacement of the halogens in various haloid 
compounds by CHg, C5H5, &c, ; of which many instances have 
been given in previous pages. 

2. To effect the replacement of oxygen by CHj, C^Hj, &c., as 
in the formation of the acids of the lactic series from oxalic 
acid (p. 271). 

3. To effect the replacement of OCH,, OC,H„, OC„H,„+, by 
CHj, CjHe, CnHjn^., ; as examples of which may he quoted ; 

1. the conversion of boric ethylate into boric methide : 

B(OC,H,), + 3Zn(CH,), = B{CH,), + 3Zn{™^jj^; 

2. the formation of the paraffin trimethylmethane from ethylic 
orthoformate (p. 255), zincic ethidc and sodium : 

2CH(OC,H,)5 + 3Zn(CsH,), + 3Na, 

= 2CH{C5Hj)3 + 3Zn + eNaOQHj. 
Sodic Elkide.—V>!hen sodium is enclosed in a. tube (previously 
filled with coal gas) with about ten times its weight of zincic 
ethide, in the course of a few days it is dissolved and zinc de- 
posited ; the product is a solution of a compound of sodic ethide 
and zincic ethide— NaC^Hj, Zn(C3H5)j— in an excess of the 
latter. This compound is deposited in crystals when the liquid 
is exposed to a temperature of 0°. All the attempts to separate 
sodic ethide from this compound have been unsuccessful. 
Sodium has a similar action on the homologues' of zincic ethide, 
and analogous compounds are formed by the action of the 
metals potassiiun and lithium. 

' The homologues of zincic ethide are best obtained in a pure state 
by the action of zinc on the corresponding mercury compounds. They 
are in. all respects analogous compounds. 
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Mercury Organo-metalUc Compounds. — When metliylic iodide 
is exposed to sunlight in contact with mercury, the two sub- 
stances combine to form mercuric iodomethide, Hg'ICHj. 
Strange to say, this combination cannot be effected by the aid 
of heat. Similarly, mercuric iodoethide may be obtained by 
exposing ethylic iodide and mercury to diffused daylight only ; 
in bright sunlight the products are mercuric iodide and diethyl 
(tetrane, p. 81). 

Mercuric Methide, Hg(CH3)s, Mercuric Elhide, Hg(C5H^j.— 
These bodies are obtained by the action of methylic and ethylic 
iodide on sodium amalgam, The iodides have no perceptible 
action on the amalgam at ordinary temperatures, but on the 
addition of a few drops of acetic ether, a brisk action, accom- 
panied by the evolution of heat, sets in, and the iodide is rapidly 
converted into the organo-mercury compound. The function of 
the acetic ether in the reaction is not understood; it is found in 
undimmished quantity at the close of the reaction. 

Mercuric methide and ethide are highly stable bodies ; they 
are colourless liquids, insoluble in water, but soluble in alcohol ; 
the former boils at 93°-96°, the latter at i58°-i6o°. In contact 
with mercuric iodide, mercuric methide is converted into mer- 
curic iodomethide. 

Organo-silkon Compounds. 

The great similarity in chemical functions between s'licon 
and carbon has during the last few years been strikingly 
illustrated by the discovery of a number of organo-silicon 
compounds ' related not only in composition but also in 
properties to various well-known carbon compounds. It 
will be evident on inspection of the following lists how 
close is the analogy between the two series : — 

' Descriptions of the preparation and properties of these compounds 
will be found in Watls's Dictionary of Chemistry, and in the Journal 
o/the Chemical Sociily hx 1871, 1872, and 1873. 
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